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(54)TiUe: PROCESS FOR PREPARATING OPTICALLY ACTIVE COMPOUNDS 
(57) Abstract 

A novel and practically excellent process for preparing optically active compounds, such as optically active alcohols or amines, useful 
for various applications of, for example, synthetic intermediates of pharmaceuticals, liquid crystalline materials, and reagents for optical 
resolution, wherein a hydrogen transfer type asymmetric reduction is carried out in the presence of both a transition metal complex and an 
optically active nitrogen compound or a transition metal complex having an optically active nitrogen compound as an asymmetric ligand, 
and a hydrogen-donating organic or inorganic compound. Further, optically active secondary alcohols are prepared from racemic secondary 
alcohols or meso-diols by a hydrogen transfer oxidation. 
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,0 
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5o tztZ.\iZO&TUit&yit LTti. *#Sttttl. 2 - ^7x-*xf u 
>v?Ti>x 1. 2-^n^t>^7;X 1. 2 - •> ? u^.f9 > 5>7 5 
> x 2. 3-^f^^^7;>, l-yf-Ji/2. 2-y7i-;l/if l/> 
v?Ti>. l--fV7*f;l'-2, 2-^7x^Ufl/>v?7;>, l--fV/o 
fcf4/-2, 2 - ^7ii ;l/ifl//'i?7 5 1-/^1/- 2. 2->>(p-J< 
F + ->7x-;W if l/>^7;>, l-^77'f;b-2, 2-J>(p-^ + 
^7x-W xfl/>^7;>, l--fV7"DW-2, 2 - 9 ( p - ^ h * > 
7xiW Xf Uyv?7;>, l-Oe?;b-2. 2-v'(p-n + v'7x- 
xfU>v?7; 2->^7f Axf l/^-?7; 1 

-<f 2 - J>t7fMtl/ >v>7 S l-^77"D^-2, 

o fLt, R 9 «0LR ,s ffliftl07*loti:^L2-3ifcX^7*x;H, 

a*. l< iu;P7*x^i^-owt 8**sitfT5 >it&mzm 

ffittxfl/>->'7; >»*#C»S t>OT<£ < **Stt^o/< ^ J>7 5 7* 
>i?7;>, 7xiU^-^7; ^ S C t *<T § -So 

3fe^S&7 ^ >it£fyt LTfcU -«5$ (d) T'£$ftS7fc^S&T 5 >/ 7/U 

y C C (d) 

.N q 

R 17 R H ^ r2 3 

cct, R 1 7 fc^t/R''© it lott**^-*?**). a*>©i 

R'\ R 2 \ R 2 1 ^ R'Micn^mSA^lrv^RfW^i 
4 J: 9 (c: 13! U 4> L < ttR<£ ») , TkjStfi^ 5f#*£#^:fc«fc l^^sS; 



WO 97/20789 



PCT/JP96/03S73 



cct', r»\ R 2S (i7K^n : F> isfn&s wi*g&fo©&<b7k?!i^ > 

7j<Jitg-rfc«9 N R 2 \ R 28 (i7k^l^ : F^ fSfo*5^tt^tafo©K<b7K^Ss T'J 

m&±m&#ictt u & o . 5~2o %mx^ ffiL<in~2 ^goisiaT'* 

So 

i Wb£^»ii#£>*U.i^o 

7K^ltt4ttoW^*^ti^a<b^^o#^E)?»<X^-ti-^^o cft£><D<b&#it^ .« 



R 14 R 25 R 27 rM 
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ij >a|©S15^W{CtaaJK^IS^ ; £:^^^fDi^ib7K^^I^^^tl^ t Fd + 

i-i ofi%TH>K t*<a* u^o fMts&v^mtT i >©*&& 

«t*?H^Wt-tt. 2 5~4 0*©SiBf*fiTRrt;*Sllt-f £d<T-£ S. SiS 
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lt, mria©t*ii9©. ^s(vii) T-at>$nsife^ste^^^^A-i?T j > 



*fctti/?D7A + Al, L< ttR 0I atfR"*<-«}K:te- 9 T#ll«l*/!:li7 

;H, (> L < tt 7 7^u=J*->;i/S^ tfeti/Noy *<S»L.-C^ 

■*LTl*Tt>J:H'«> , /-f ^HtfcSU R 0, (i. * A:tt7^*;U8* 

*U Xli> 7^*;US*H*LT^TfcJ:^a?S«<fc^«J**L, mfccfctfn 

(5)b#»c o tfcti i Zmir) 

(VII) Ko^TIi, Xfi$ns, 7;u*;H6. fci^lfC l~C4 7A*^ 
**WLTi^rfcJ:^3?*jK{b^«Jitt» tiitf. h;i-x>, *y 

l^>, j* ■fU 'O-tr if-M^'Ifi', t e r t -7f-;U 

<>-fcf>, p- W V> ? y >mi><&if*>tlZo fit t < ti, K>-fer y i/f- 
U p - Vt*5o 
R°'RtfR 0, lc-o^T(i> TJ\s*J\sm. tztz.\i C 1 ~C 4 7/l/+^S©li^> 

-7"d f;U s -fV7o h';l/, n -. iso-, sec -&t/ t e r t -7f-;UT 



R 



03 




it 



(VII) 
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&<5o J: * L < li;< ^/K x^/K n -7n h°;UX«i i s o --fx* f;WT* 

T(i> /f;H, x^;H, n-^Db'^S, ^v/nh'^S, n-. i so-, 
sec -SO' t e r t -yf^Sfti < > J * fro t L^, 

Si LTOR 1 S.tfR 2 HftffjKte, v *x/K o-. m. Stfp - h 'J Jl 

fr-drT-r h7/f (- (CHi ) 4 -)T*S e 

3T^ + ;USs + fci^lfCl~C37;l/3 + i/;H, 

ny>HiF*<|liftLT^Tt>J:^'<>-«? >x^*x/ug N 7)\<*frM, tztz.tf 
C l ~C 4 7;i'3 + ->*;i'*-M, i/:ii7;i/+;H> C l ~C 4 7 

C 1 ~C 3 7 /U^US* C 1 ~C 3 7;l/U + v/US> o y >Ii ; Fa<g& LT 
l^TtiVK>* >yWl/*x;l/g<>: LTOR 03 <i % K > -i? > x A- * 

— ;U, o -, m, Stfp - h ;l/x>^^*-;K o -, m. S[/p-xfM> 
-ff — ;i/ > o-, m, Stfp - -f v^d f;K >-tf >x;U*xjK o-. 

m, Stfp - t e r t - -ff-JVK > x/l/*x/U N o-, m, RO'p-y 
i/O-tf o-, m, RZfp -x h + i/O-t? >x/b*x o-. 

m, Sy'p-7DD'<>-t?>7^^-;k 2. 4, 6 - h U ^ ^ /l/'O-t? > X /I/ 
*x/U x 2, 4, 6 - h U -Y V "/o fcf/K >-fe' > X /Ujfcx/K p -7 JljraO 
-t?>x/u*x;K 7 uKsM >*^*— yUT**>„ i*)»iL< a, 
K>-tr>x;l/*x/i/£ fclip - h ;ix>xjl*^.;l-tf*5. Cl~C47;l/3 + 

_ A- 
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4 *jrfa\Z)\,**i/-h)\,tf—)\, s t e r t - 7 Y 4- •> ii Jlstf-frX'b 
K>, <k«5ff£ L< it. / h*fij>ltf-)l$tz\* t e r t - 7 h * •> * )ltf->\, 
j 0 C 1— C 4 7;l/*rt>ga<a&LT^T45 LTOR" 
gfcfticte, K>V>f;K o-. m. &tf p - t f-frO 74 ;U N o-. m. 
Stfp-xf-;i/'<>7'f;k 0 -. m. St/p-'fy^DfMyy-f^ o-. 
m, Rtf p - t e r t - 7*)K> 74 )\,T'$> V) , L < tt. OVJfo 

X (i p - ^ f- ^/K> •/ ;l/-e * £ o 

mbftt LUA(*fi»Jtc*i^TttR 03 tty ? h >) 7 JU* a J ? > 

x/U^yK <>-tf>x;l/*^;i/£;tttp - h ;Ux>x/i/*x/i/-e£>So 

7K^H^> lfctt7^*;H®, ^.(iC 1 ~C 4 T^+;l/Si Ltcdr 04 
te, mfctfHZtefrm. JTJl. n-^ofcTJK -fv^Dt'A, n-. i 

so-, sec -W t e r t - 7 =f- h K) > £ L < (iTKfStH^ 

^ f- -So 

^©^siiai^T/i/^-^ossijtiitcffl^^ns fc©r-*-s*<, cams, m 

mt&fot LTCDCO^B^O^Hr ;#0 2«S7;^-;^{i, (VIII) -ep>J 




(VIII) 



R 6 li«l}l*5^«lil*f LTU5f§Ml*fc(i^Mft*iS> 

Tfc^K M(*&Wi7 iX;bS* 2-^f^7i-)K 2-Xf A7i-JK 2 
-•f77'Dt>7i-;k 2 - t e r t -7f-^v 2-^ + y7i- 

/K 2-^DD7i — ;K 2 - h'— ;b7 x J=-;K A7x^JK 3-if 

*7i;;K 3--f77'Dk , A7i;^ 3-^ ^v7x^/k 3 - * n o 7 
3-t"xjl/7i-;l'> 4 - y f ;l/7i-^, 4 -xf ;i/7x-;k 4- 



i 
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^7^0^/1/7 1-^ 4-tert-7"f^7xi;K 4-t'-;b7i^;K 
? y r.;U N y i/f-;U % +•> U ;K 1 - t7f;k 2- + 7f)K 7>h'J^ 7 
xtvMJ^ >T-/H^©ff MSJ fctt^l^S> ^x^/K 7'J/K 
f7-)K *-*:/-r-;K fc°'Ji>rt/, fcfo»J;U, -f i ^V'jx/K -f ;/ K 'J 

>7io^t-;miLTti, ftsc (ix> 



(VII) JCfc^Tm. n*<iH|B#IC 0 <Dm&Ok<Ot Lt^StlS, C C IC 
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p-Tslip - h;l/i>x;i*-/l/S, Msli^r/^^*-;H, T f li MJ 

Ru C (S. S) -p-TsNCH (C. H 5 ) CH (C 6 H 5 ) NH) ( 17 
6 -benzene) ( ( (S. S) - N - p - h Ax ^- 1 . 2-^7ii 

Ru C (R, R) -p-TsNCH (C. H 5 ) CH (C 9 H 5 ) NH) (v 
6 -benzene) (( (R. R) -N- p - h ;Px>x;l/*-;l/- 1 . 2-v7x- 
/Hfl/>^7^) (?? B -O-t'V) ^f-^A) 

Ru ( (S, S) - p-TsNCH (Cc H s ) CH (C 6 Hs ) NH) in 
8 -p-cymene) (((S. S ) - N - p - h frx. >*A*-;l/- 1 . 2-^7 
iiAlfl/>v>7; >) (t? 6 -p >) ^l/T-X^A) 

Ru C (R. R) - p- TsNCH (Co H 5 ) CH (Co H 5 ) NH) (7? 
8 -p-cymene) ( ( (R, R) - N - p - h ;Ux > x A,*-)],- 1 , 2 - 7 
iiibxf l/>^7; >) (t? 8 -p-i/y >) A--r-=.«>A) 

Ru CCS, S) -p-TsNCH (C. H 5 ) CH (Co Hs ) NH) iv 
8 -mesitylene) (((S. S) -N-p- h^x^XA*^- 1, 2 - 7 
x-^xf U>>!7 J >) (7? 8 yf l/» Afx^A) 

Ru C (R, R) -p-TsNCH (Co H» ) CH (C 6 H 5 ) NH) ( t? 
8 -mesitylene) ( ( (R, R) -N - P - h^x>x**i*- 1 . 2-5*7 
x^;l/i^U>^7 $ » (t? 8 ;l/fx9A) 

Ru [ (S, S) -MsNCH (C, H 5 ) CH (Ce H s ) NH) ( n 8 - 
benzene) (( (S. S ) - N - / 9 > XJl*-)\>- 1 . 2 - ^ 7 x xwUx^ U > 
^7;» -KV-tf» il/fxOA) 

Ru t (R, R) -MsNCH (C t H s ) CH (C« H s ) NH) U 8 - 
benzene) ( ( (R. R) - N - J 9 > x;l/*r.;U- 1 . 2 -^7*x;Uxf U> 
•>'Ti>) (?7 ,: ;l/fx<)A) 

R u [ ( S . S) -MsNCH (Co Hs ) CH (C« H3 ) NH) ( n " - 
P-cymene) (((S. S ) - N - / 9 >X )\,*-JU- 1 . 2 - 7 x x;Uif- 
U > i>7 = >) ( n 8 - p - > J >) A/7- — <7 A) 
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Ru C (R, R) -MsNCH (C. Hs ) CH <C« Hi ) NH) ( 9 8 - 
p-cymene) ( ( (R. R) - N - * 9 vxA/fc-Jb- 1 . 2-i>7x-;uxf- 
]y>i>7l» in 8 - P - » ^x-f A) 

Ru ( (S, S) -MsNCH (C. H s ) CH (C. Hs ) NH) < 9 6 - 
mesitylene) (((S. S) - N - * 9 >X)l>*-)l>- 1 , 
[/>H7i>) ( 9 8 ~ * Is » 

Ru C (R. R) -MsNCH (Co Hs ) CH (C. Hs ) NH] ( 9 8 - 
mesitylene) ( ( (R. R ) - N - J 9 r/X/Ms-^- 1 , 2-5>7xiJHf 
U>i?T?>) (9 8 - > U >> *rifi) 

RuC(S, S) -TfNCH (C. Hs ) CH (C. Hs ) NH) ( 9 " ~ 
benzene) ( ( (S. S ) - N - b ') 7 )l* a * 9 >Z)\,*->1>- 1 . 2-^7i 
^xfU>v?7;y) ( n 6 ;i/-r-7 A) 

Ru C(R. R) -TfNCH (C. H 5 ) CH (C, Hi ) NH) (9 s - 
benzene) ( ( (R. R) -N-MJ7;Wn^ yxfi,*-flr- 1 , 
iJHf U>j?7 $ >) <9 8 ^f-W) 

Ru C (S. S) - TfNCH (Cb Hs ) CH (C« Hs ) NH) ( t? 6 - 
p-cymene) (((S, S ) - N - h 'J 7 )\,* n / 9 1 . 2 - if 

v i^;l/if l/>-^7; » (>7 6 -p--W>) i9A) 

Ru C(R. R ) -TfNCH (C, H 5 ) CH (Cb Hs ) NH) ( 9 6 - 
p-cymene) (((R. R) -N - h'J7*tny 1 . 2 - 5> 

7xiiif l/>-/7;» ( v 6 - p - > ^ >) ;Ut--9.M 

Ru [ (S. S) - TfNCH (C« Hs ) CH (C. Hs ) NH) (9° - 
mesitylene) (((S. S ) -N - h ') 7 )V* n * 9 1 . 2-5* 

7ii;l/if U>i>7 i >) (9" ->xU>) *f-Oi») 

Ru C (R. R) - TfNCH (Cg Hs ) CH (Co H 5 ) NH) ( v " ~ 
mesitylene) (( (R. R) -N - h U 7**0 1 . 2 - if 

7^lUfl/>^7 J >) (n' ;l,-r^7iO 

R u ( ( S , S ) - C « H r, SO, N C H ( C c H .-. ) C H ( C • H 5 ) N 
H) ( n 6 -benzene) (( (S. S ) - N -K>-tf > XJU*~i\s- 1 . 2-v>7 
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Ru C (R. R) -Co Hs SO2 NCH (Co H 5 ) CH (Co Hs ) N 
H) (j? 6 -benzene) (( (R, R) - N - O-tf y x/U^xwi,- 1 . 2-^7 

Ru ( (S. S) -Co H 5 SO, NCH (Co H 5 ) CH (C« H 5 ) N 

H} ( v 6 - p - cymene) (((S, S ) - N - < y-M y 1 , 2- 

^7i^^xf i/>-;7; (7? 6 -p-i/^ >) ^5^9 A) 

Ru ( (R. R) -Co H s SO2 NCH (Co H 5 ) CH (Co Hs ) N 

H) ( n 0 - p -cymene) ( ( (R. R) - N -'OH? >X ;!/*.=. .fl,- 1 . 2- 

y-7 xiAlf U>v^T S >) (J?. 0 - p-'>^» Af-fA) 

Ru ( (S, S) - Co Hs S0 2 NCH (Co Hs ) CH (Co Hs ) N 

H) (j7 6 -mesitylene) (((S, S ) - N -0-t?>x;U*x. ;U- 1 , 2- 

Ru ( (R. R) -Co Hs SO2 NCH (Co H 5 ) CH (Co Hs ) N 
H) (n 6 -mesitylene) (((R. R) - N >x;u*x.;u- 1 , 2- 
vJ7i^xfl/y-?7;» (77 6 - > v^U:/) ;U-rJ=.>>A) 

Ru ( (S, S) -N-p-Ts-1, 2 -cyclohexanediamine) (7? 6 -be 
nzene) ( ( (S. S) -N-p - h/l/X>x;i/t--Jl/- 1 , 2 - •> ? d'v*-* y 
^7;» (t? 6 -0-fe*>) jUt 1 — 9A) 

Ru ( (R, R) -N-p-Ts-1, 2 -cyclohexanediamine) ( t? 6 —be 
nzene) (( (R, R) - N - p - H 1 , 2 - -> ? D^ + iJ- > 

y7 = » (tj 8 -K>-fcr>) ;l/fx-)A) 

Ru C (S. S) -N-p-Ts-1, 2 -cyclohexanediamine) ( v 0 - P 
-cymene) (((S. S ) - N - p - h Jlx. y x ;i/*xwU - 1 , 2->?a'\* 

■v-y^riy) ( v 6 - p - •> * >) -»u-r— 720 

Ru ( (R, R) -N-p-Ts-1, 2 - cyclohexanediamine) ( 7? 6 - p 
-cymene) ( ( (R, R) - N - p - h )l>x. >x;l/*xwU- 1 . 2->?o'N* 
+ >y'7i » ( n 6 - p - •> y >) t* x. >5 i* ) 

RuC(S. S) -N-p-Ts-1, 2 -cyclohexanediamine) ( 77 8 -me 
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sitylene) (<<S, S) -N-p - h*x>x**i*- 1, 

Ru C (R. R) -N-p-Ts-1. 2 -cyclohexanediamine;) ( n 6 -me 
sitylene) ( ( (R. R) -N- p - h*x>X**-;b- 1 ■ 2-S/*a^* 
f>i;7;» (i? • - y *>f-l/» yl/f-x^A) 

Ru C (S, S) -N-Ms-1. 2 -cyclohexanediamine) ( j? 8 -benzen 
e) ( ( (S, S) -N-> ^XA*iA- 1, 2-->?D^t>^7; >) 
( 7? 6 -K>-tf >) )U7*~0 A) 

Ru C (R, R) -N-Ms-1, 2 -cyclohexanediaraine) ( 7? 6 -benzen 
e) ( ( (R, R) -N- * 9 1 , 2 - > ^ D^**>fT $ >) 

(t? 6 -<>-*?>) /Pf^^A) 

r u ( (S, S) -N-Ms-1, 2 -cyclohexanediamine) (7? fl -p-cy 
inene) (((S, S) -N- 1 . 2 - o^** >S>7 S 
>) (?? 6 -p-*>y» yi/f-x^A) 

Ru C (R, R) -N-Ms-1. 2 -cyclohexanediamine) (?7 6 -p-cy 
mene) ( ( (R. R) - N - * 9 >X**x*- 1 , 2 - n^** > 5> 7 5 
( t? 6 - P - >) ^r^^A) 
Ru CCS, S) -N-Ms-1. 2 -cyclohexanediamine) (7? e -mesity 
lene) (((S, S ) - N - * 9 1 , 2-: »d^*>?75 

>) (?? fi -y->f u» /ufx«>iO 

Ru [ (R, R) -N-Ms-1, 2 -cyclohexanediamine) ( 3? 6 -mesity 
lene) ( ( (R, R) - N - * 9 1 . 2 - n^** > *7 5 

>) (t? 6 -y->f U» rt/fxij A) 

Ru C (S, S) - N- Tf-1, 2 -cyclohexanediamine) (t? c -benzen 
e) ( ( (S. S) -N-h , J7**a^>^A*iA-l, 2 - S/ * a's** 
>v'7;» ( ,5 -K>-tf >) ;Lr^^ A) 

Ru ( (R, R) -N-Tf-1. 2 -cyclohexanediamine) ( J? " -benzen 
e) ( ( (R, R) - N- h 'J 7;l/*o ^ 9 >7>)V*~)\s- 1 . 2 - > ? D^tf 
> y T i > ) ( t? - 'O -br > ) ;U-r ^ ^ A) 
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Ru ( (S. S) - N-Tf-1, 2 -cyclohexanediamine) ( j? 0 -p-cy 
mene) (((S, S ) - N - h 'J 7 a y ? > — 1 . 2->?a'\ 
*t>^7i/) (V -p-W>) ;Ut^7A) 

Ru ( (R, R) -N-Tf-1, 2 -cyclohexanediamine) ( n 6 -p-cy 
mene) ( ( (R. R) - N - h *) 7 iV* a /■ 9 — 1 , 2-->?n^ 

*^>v^7$>) (>? e -P--W >) ;U-r^7A) 

Ru C (S. S) -N-Tf-1, 2 -cyclohexanediamine) ( n 6 — mesity 
lene) (((S; S ) - N - h 'J 7 □ y 9 >X)l* — )l>- 1 , 2 -izba's 

Ru ( (R, R) -N-Tf-1, 2 -cyclohexanediamine) ( 77 6 -mesity 
lene) ( ( (R. R) - N - h ') 7 a * 9 \ , 2-i/9n<\ 

>i>T 5 >) (ii' -y->f l/» ;l/fii>A) 

Ru ( (S, S) -N-CHs SOj -1, 2 -cyclohexanediamine) ( v 
6 -benzene) (( (S, S ) - N - O-tf > x;U*~/U - l . 2 - •> ? o 'x*-* 

Ru C(R. R) - N- C$ Hs SO s -1,2 - cyclohexanediamine) ( t? 
8 -benzene) (( (R. R) -N-'O-tf — A- 1 . 2 - •> ? o 

Ru ( (S, S) -N-Ci Hs SOs - 1, 2 - cyclohexanediamine) ( n 
6 -p-cymene) (((S. S ) - N -'O-tf > x;U*— ;U- 1 . 2-v7o^ 
> i >) ( j? 0 - P - W >) A) 

Ru C(R. R) -N-Ce Hs SOs -1. 2 - cyclohexanediamine) ( t) 
6 - p - cymene) ( ( (R. R) - N -KyM >>7.}l* — )\,- 1 , z-i/fa^ 
*-9->>'Ti>) (r?° - p -•>/>) ^f-OA) 

R u ( ( S, S) - N - C. Hs SOi -1, 2 -cyclohexanediamine) ( t? 

— me sitylene) (((S, S) -N-'O-tf — 1 . 2-->?o'\ 
+ t>^7;» (t? g -j» >^U>) Af-^A) 

R u [ (R. R) - N- C« H» SO? - 1 , 2 -cyclohexanediamine) ( ;? 

— mesitylene) (((R. R) -N-'<>*>XA*s*-l 1 2-->9a^ 
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St (VII ) ©m, n *<{5JB#IC 1 ©}§&©*>©£ LTti, &©*>©k0)*SttS o 

u 8 i&fcU P-T stip- h*xv^^*iAl, Msli^ 9 

RuH CCS, S) -p-TsNCH (C, Hi ) CH CCs H. ) NH 2 ) 
Ctj 6 -benzene) Ch M K- C CS. S) -N- P - I- !• 

RuH CCR. R) - p-TsNCH CC« Hs ) CH <C» H* ) NH, J 
C 77 8 -benzene) (t K'J K- C CR. R) -N-p-^i^**i*-l. 
2-y7i-*ifl/^7; » U 8 -'O^V) ^t-^) 
RuH CCS, S) - p-TsNCH CCs H» ) CH CCs H» ) NH, ] 
U 8 -p-cymene) (tK'JK-CCS. S) - N - P - b *x >X 
-1, 2 -?7ii;Uf^-n? V) Cr/ 6 -p-->y >) ;U^-^A) 
RuH C CR, R) - p- TsNCH CCo Hs ) CH CC« Hs ) NHj ) 
(„• -p-cynene) CtKUK-CCR, R) -N - P - M** > X**-* 
-1. 2 iX*xfuy^7 i >) U 8 - P -W ^-fi) 

RuH CCS, S) - p-TsNCH CCs Hs ) CH CC. Hs) NHi ) 
(t? 8 -mesitylene) CtKUK-CCS, S) -N - P - b > xA/*->U 
-1. 2-v?7x^Hf^^T;» (, 8 - /yfl/» Jbf--)A) 
RuH ( (R- R) -p-TsNCH (C« Hs ) CH (C« Hs ) NHs ) 
-mesitylene) (tK'JK-CCR, R) - N- P - b > 
-1, 2-?7zi*xfl/>S>7;» C/7 B -j« '>fl/» ;br-->A) 

RuHCCS. S) -MsNCH (C. H 5 ) CH CCs Hs ) NH, ) Cr? 
11 -benzene) Ch KU K- C (S. S)-N-^>^^-l, 2-v9 
i^ifl/>y7;» Cr?" - *fi-)/«) 

RuH ( CR. R) -MsNCH (Cc Hs ) CH (C. H .-. ) N H i 3 ( V 
8 -benzene) It K 'J K- ( (R. R) -N * 1 • 2 " * 7 

-it? - 
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RuH CCS, S) -MsNCH (Co H 5 ) CH (Co H 5 ) NH 2 ] (v 
6 -p-cymene) (tK'J K- ( (S, S) - N - * * >x;l/*.=.;l/- l . 2- 
^7i-Axf l/>-?7;» (t? 6 *f-7A) 

RuH C (R. R) -MsNCH (C. H 5 ) CH (Co H s ) NH? ) (7? 
0 -p-cymene) (tK'J K- ( (R, R) - N - / 9 1 , 2- 

v?7x-;l/ifl/>v?7 i >) (t? g -p-W» 

RuH C(S, S) -MsNCH ( C e H 5 ) CH (Co H 5 ) N H 2 ) (v 
" -mesitylene) (tK'J K- ( (S, S ) - N — / * > X 1 . 2- 

•^^i^Axf i/>-/7 i >) (t? g -y Af-7A) 

RuH C (R. R) -MsNCH (Co H s ) CH (Ce H 5 ) NH2 ) (77 
c -mesitylene) (tK'J K- ( (R, R) - N - * 9 >xjI*slj\,- 1 , 2- 
i>7 x-^xf U > i?7 $ >) (77 G 5/fU» ;l,-r-7A) 

RuHC(S, S) -TfNCH (C, H s ) CH (C. H 5 ) NH, ) (77 
6 -benzene) (bK'JK- ((S, S) -N-h'j7Wn^ >x;l/*-;L,- 
1. 2 - y7 ix;l/xf L/ > S?7 ; >) ( 77 6 - K >-fcf > ) — 7 A) 

RuH C(R. R) -TfNCH (Co H 5 ) CH (Co H 5 ) N H 2 ) (7? 
8 -benzene) (t K 'J K- ( (R. R) -N- h >J 7Wd^ ? >x;l,*xwU- 
1, 2-v57iXAxfl/>v;7;» (77 s — /v ^> ,- t?>) x7i») 

RuH ( (S, S) -TfNCH (C, H s ) CH (C, H s ) NH 2 ) (7? 
6 -p-cymene) (tK'J K- ( (S, S) - N - h 'J 7 n y ^ — 
2 - i?7 3.=- ;l/Xf-iv>^T i >) (t7 6 -p->jf >) ;l^-r.7iO 

RuH ( (R, R) - TfNCH (Co Ho ) CH (Co Hs ) N H 2 ) (7? 
8 -p-cymene) (tK'J K- ( (R, R) - N - h 'J 7 )\,* o / ? *stu\,*- 
1 . 2-^7iX^Xfl/>i>7;» (n' -p--/^) ;l/fX7A) 

RuH ( (S, S) - TfNCH (Co H r , ) C H ( C ■ H s )NH 2 ) (7? 
6 -mesitylene) (tK'J K- ( (S, S ) - N - h 'J 7 hit o / ? > x )\,*- 
2 - v 1 7 i^-^i^ U > X >) ( 7? B - t >f- U >) ^rx 7 A) 

RuH ( (R, R) - TfNCH (C« H» ) CH (C. H« ) NH. ) (77 



-u - 
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8 -mesitylene) (tK'JK- ((R, R) -N - h 'J ~> >\>* ° * 9 >*i\>*~ 
,1,-1, 2 - if? xiJl/if U >a*7 i >) ( 7? 6 - / i/f- U » ^x- -7 A) 
RuH C (S. S) -C. H 5 SO* NCH (C. H 5 ) CH (Co He ) N 
Hi) (>? 8 -benzene) (t K'J K- ( (S. S)-N — O-tf 
1. 2-';7*iAif^?7; » (t? 8 -'O-tfV) ;l>-r--7A) 

RuH C (R. R) -C. He SO2 NCH (C. He ) CH (Ce He ) N 
Hi ) (t? 9 -benzene) (tK'J K- ( (R. R) -N-'O-tfvX'l'*-*- 

RuH CCS. S) -Ce He SO2 NCH (Ce H 5 ) CH (C« He ) N 
Hi) ( n 6 - p -cymene) (tK'JK- ((S, S) -N-**-* 

2 -^7i-JHf^x7 5 V) ( t? 8 - p - •>;< >) *fi9A) 

RuH C (R. R) -C e He SOi NCH (Co He ) CH (C. He ) N 
H. J (t? 6 -p -cymene) (tK'J K- ( (R. R) - N -K>4f>x^*- 

RuH ( (S, S) -C« Ho SO2 NCH (C. H 5 ) CH (Ce Hs ) N 
Hi) ( * 6 -mesitylene) (tK'JK- ((S. S) -N — C>H?>*d/*- 
fr-l, 2-^7i-/HfP>> ! 7;» (77° -/ >*■ U» ;l/-r-^A) 

RuH C (R. R) -C. Hs SOi NCH (Ce H 5 ) CH (Ce He ) N 
H« J (77 s -mesitylene) (tK'J K- ( (R. R) - N 

2-^7xiAxfl/>v^7;y) U e - * is* U>) ;P-r-^A) 

RuH [ (S, S) -N-p-Ts - 1, 2 -cyclohexanediamine) ( 77 6 - 
benzene) (tK'J K- ( (S, S) -N- p - h ;Ux > x^*-^- 1 , 2 - 
? d^ + U->^T i >) (t? b *f-7A) 

RuH C(R, R) -N-p-Ts-1, 2 -cyclohexanediamine) ( 7? 8 - 
benzene) (t K'J K- ( (R. R) -N- p - 1 . 2 - •> 

7 d^ + -9- > S*T i >) ( 7? " -Otr >) ^Ti7 A) 

RuHCCS, S) -N-p-Ts-1, 2 - cyclohexanediamine) ( 7? 8 - 
p -cymene) (tK'JK- ( (S, S ) - N - p - h fox- > 1 , 2 

- >7 V^**ys V 7 l » (77 s - p-->^>) A) 

-3±~ 
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RuH C(R. R)-N— p-Ts-1. 2 -cyclohexanediamine) ( t? 8 - 
p-cymene) (tK'J K- ( (R, R) - N - p - h ;Ux > — l , 2 

RuH C (S, S) -N-p-Ts-1. 2 -cyclohexanediamine) ( t? 8 - 
mesitylene) (kK'J K- ( (S, S ) - N - p - h ;Ux > xjU^-JI- 1 , 2 
-V^o^fvfTJV) (77 8 -^->f-l/>) )It--QL>) 

R u H C (R. R) -N-p -T s - 1 . 2 -cyclohexanediamine) ( 77 6 - 
mesitylene) (tK'J K- ( (R, R) -N- p - Y 7.b* — )V- 1 . 2 

- >/? n-x*--* >i>7 J >) ( 7? 8 -;< ->?• 1/ >) /Iz-rx-} A) 

RuH CCS, S) -N-Ms-1, 2 -cyclohexanediamine) (77 s -benz 
ene) ( t K'J K- ( (S. S ) - N - J 9 1 . 2 - -> * o's*--?- 

>^T5>) ;l/f-OA) 

RuH C (R. R) -N-Ms-1, 2 -cyclohexanediamine) ( n 6 -benz 
ene) (t K'J K— ( (R, R) - N - / 9 > X)\,*-)V- 1 . 2-->?ri'\*U- 
>v>7i>) ( 7? 8 -O-tf >) ;U-r— >f A) 

RuH ( (S, S) -N-Ms-1, 2 -cyclohexanediamine) (77 s -p- 
cymene) (hK'J K- ( (S, S) —N-^9>XJl^> — fl—l, 2->9wk 
+ -»J->v > T=>) (77 s -p->> >) ^-r-^A) 

R u H C (R, R) -N-M s - 1 , 2 -cyclohexanediamine) ( 7? c - p - 
cyraene) (tKUK- ( (R, R) - N - J 9 >z.)l*-Jl- 1 . 2-->^n^ 
*1f>>'75» ( 77 6 - p - >) ^ A) 

RuH [(S, S) -N-Ms-1, 2 -cyclohexanediamine) (77 s -mesi 
tylene) (th'U K- ( (S, S ) - N - / 9 >X)l*~)l- 1 , 2->?n's 
+ f>-^7i» ( 7? 6 - J V >) ;Uf--0 A) 

RuH [ (R, R) -N-Ms-1, 2 -cyclohexanediamine) ( 77 8 -mesi 
tylene) (hK'JK- ( (R. R) -N-^>XA*iJt-l, 2->?d'x 
+ t>y7;» ( 7? 8 - / ->f- b >) A) 

RuH ( (S, S) -N-Tf-1, 2 -cyclohexanediamine) (7? 8 -benz 
ene) ( t K ■) K - ( (S. S ) - N — h U 7;^o^ 9 >*/l/*x;u- 1 , 2 - 
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RuHtCR. R) -N-Tf-1, 2 -cyclohexanediamine) ( v 6 -benz 
ene) CfcKU K- ( (R. R) -N- FU^to^^**-*- l ' «" 

RuH((S. S) -N-Tf-1. 2 -cyclohexanediamine) ( v 6 - P " 
cymene) UFO'-((S, S ) -N- MJ7Mp^^^- 1, 

RuH C CR, R) -N-Tf-1. 2 -cyclohexanediamine) U s -P" 
cymene) (tK'JK-<<R. R) -N^nWa^>^- 1, 

RuH CCS. S) -N-Tf-1. 2 -cyclohexanediamine] U B -mesi 
tylene) (kK')K-((S. S ) - N - h « 7 A* p ^ 1 • 

RuH CCR. R) -N-Tf-1. 2 -cyclohexanediamine] C n 6 -mesi 
tylene) (tKUK-CCR. R) -N- MJ 7^P^ 1 , 

RuHCCS. S) -N-C. H. SO. -1. 2 -cyclohexanediamine] 
( • - benzene) ( fc M h - ( C b . t>; 1N 

RuH C CR. R) -N-C. H S SO, -1. 2 -cyclohexanediamine) 
<„• -benzene) (tKU K- ( (R. R> -N-«5Hf>***-*- 1 . 2 

RuHCCS. S) -N-C. H. SO. -1. 2 - cyclohexanediamine) 
( 7? 6 - P - cymene) ( h h U h - C t b , t> ) " 

RuH C CR, R) -N-C H= SO, -1. 2 -cyclohexanediamine) 
<„■ Ip-cymene) (tKU K- ( CR. R) -N--^*****-*- * ■ 

RuHCCS. S) -N-Cb Hi SOj -1. 2 -cyclohexanediamine) 

-a- 
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( 7? 6 -mesitylene) (kK'JK— <(S. S ) - N -'<>-t?>X7U* — 1 , 
2 w^*+ty=j-7 i >) (t? b ->f-l/>) A--r^<}A) 

RuH [ (R, R) -N-Co H s SOi -1. 2 - cyclohexanediamine) 
( -mesitylene) (kK'J K— ( (R. R) -N -'<>^>x/U*-;U- 1 . 

COlgBflCD-®^ (VII) T'mt>ZtlZ<k&M<Di ?><Dm, nA<|s|I^C0T* 

Ru C (S. S.) -. (R, R) -TsNCH (R 01 ) CH (R 02 ) NH) 
( n s - p -cymene) (((S. S ) M (R. R) - N - h Jbx 
-1. 2 -ZLS&i^U^T i >•) ( J7 8 - p - >/ >) -»U-r — ^ A 

R 0, RtfR 02 fifi3ie©§e«K©£M9T'*»5, t s ftp - r-7bx>x;i/ 
*-/Ht*5o ) tis fctxtf, ^SSJ. Chem. Soc. , Dal ton Trans., 2 3 3 - 
2 4 1 1 ( 1 9 7 4 ) «fc oT^SJLTt CR u C 1 2 ( v 6 ~ P - cymene 

) ) 2 (f I" 7 ? do t'x (77 6 -p - S/y >) IlA-f-— £lgi*4£ L, c 
ft£ (S. S) -. (R. R) -TsNHCH (R 01 ) CH (R 02 ) N Ha ( 
(S. S ) SO' ( R , R) -N- p - MUi>X/U*^/U- 1 . 2-"gg|i^ 
l/>v?7; >) £7k®Kt7A<77 *) &m~ZltT friJ 'JilT;^? - h©??ST, 

COSfSttii^x (RuCh ( 7? 0 - p -cymene) ] 2 (xh^^DDt'X 
(j? s -p-i/y >) -^-r-^A) i*A^4 (S. S)-. (R. R)-Ts 
NHCH (R 01 ) CH (R 02 ) N H 2 ( ( (S, S) Rtf (R. R) -N-p- 
h ;l/X>^;l-*^;l/- .1 . 2 - ~ i^if U > i>7 $ >) 2 * 
til, ^ 'J 0 Aj^WiT^^llO^S&tfxmfiftTC, -1 0~5 0'C©i£ 
3 0$T~3BfFal, *Se<k7^/7 'JiiXli7*A >)&mr >Uoy- hiSJo 

7KBSfbr;i,^ 'J &ISXIi7/U27 'J h i LTti. fittfttcii, N 

aOHs NaOCHa , NaOC 2 Hi-, KOH, KOCH:, , KOC2 H 5 , 
L i OH, L i O C H 3 , L i OC a H 3 T' & & o £P £ L < (i , NaOHXIiK 



- 3f- 
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tf. ^>-i?>, Wl/J-^ D^*i>->. y ^;U.>^a^ + *>© 

y&tf 1. 4 -s>***>o«tt*-T-* : ?oo*;UA. ^jb^^^vR^^ 

Ru C (S. S) -. (R. R) -TsNCH (R 01 ) CH (R 02 ) NH) 
-p-cymene) (((S, S> Rtf <R. R)-N-h;^^M^ 
-1,2 -lifti^ l/>-^7;> (t? s - p - •> ^ V ) ;l-r-^ A) 
(:£<K R^RtXR-MimifeoieKc^ftii^-e*^, Tslip-^^^^ 
*-;l/S-C*-Sc ) it, tztz.li, XiSRJ.AiB.Chein.Soc., Vol. 1 1 7. 7 5 6 2 
- 7 5 6 3 H ( 1 9 9 5 ), J. Am. Chem. Soc. . Vol. 118, 2521-2522 
g ( 1 9 9 6 ) J. Am. Chem. Soc. , Vol. 1 1 8 . 4 9 1 6 - 4 9 1 7 H ( 1 9 
9 6) (Djjmz&^T [Ru C 1 2 ( t? 6 - p - cymene) ) 2 ^^ ?ODt ' 
x (7? o _ p i;lf^7A) £ (S. S) -, (R, R) -TsNH 

CH (R 01 ) CH (R 0J ) NHj ( (S. S) Rtf (R. R) -N-p- h 

— ^- 1 , 2 -llftxfb^T i >) £H&7 i > h 
ijxf^T; >) £*RJ6LTH»lLfcRuC 1 C (S. S) -. (R. R) ~ 
TsNCH ( R D ' ) CH (R 02 ) NHj ) (v* -p-cymene) (?ao- ( 
(S, S) Rtf (R, R) -N-p- M^.>*>M*-*- 1. 2'-^ lf 

* 'J &JSXtt7/U77 iJ^gTA37- hcD^ST. K TRIBAL a6£C t 

C©Rfc.{ia^> RuC 1 C (S. S) -, (R, R) -TsNCH (R 01 ) 
CH (R") NHz ) ( J) " -p-cymene) (?oq- ( (S, S) RCJ 1 (R. 
R) _ N - p _ h^x>X/I/*-;U- 1 , 2 --I«ifl/>^7 i > (» * - 
p-->y>) *r-7A) 1 ***^gtt»»f"Pa*, OAlEiwiT^n' 
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>3?0>;F7£t£#*mfifrF«c x - 1 0~5 0°C£>iSJgT3 0#~3B#R{K 7KK{b7 
£ifciitt£frV* 7kH£&£> *JK**ETi::T9*+*.c£Tj£«WKfTfcn 

aOH, NaOCHa ^ NaOC 2 H s . KOH. KOCH 3 > KOC 2 H 5 . 
LiOH, LiOCH> aiOC, H s T'&& 0 »tL<li, NaOHXliK 

fi'>Ai:»LT.l~2i*mi. ^fSttftlli LTSf -5 *>©<^ fll^tf* 
h;Ui>> *->U>> i/?D/s + t>, y f-;l/->? o^*-tf 

£.tf 1 , 4 - S?*'*+ >©»ttx- -r;U ; * qd*;U, tg-ft f - U >&tf? o 
a * >4f ><0 «fc -o t£^ a Y Wfc#?<t7j<SSj&< * £ e 
$f>lc, c©«W<*>— »3C (V tcfc^T^ mtectotn^l^i^tc 1 X'&ZitG® 

RuH C (S. S) -. <R. R) -TsNCH ( R 0 ) CH (R 02 ) NHs 
) (u« -p-cymene) (t K 'J K- ( (S. S) &tf (R. R) -N- b >\> 
1 . 2 -Z.Hgi.xf- l/>x7;> ( 77 0 - p - i/y » A'-rx 

7A) 

(5t*, R 0, &t/R°Mii«!e©ie®<D^g®«9T*«9. Tslip- h >x/l/ 
) W\ Ru C (S, S) -. (R. R) -TsNC 

H ( R 01 ) CH (R 02 ) NH) (t? g -p-cymene) ( ( (S. S) Rlf (R, 
R) -N - Mi/i>x;u*-;i/- 1, 2 -riixf v>vt i > ( ?? 6 - p - 
•>y>) ;u^x?a) R o, RtfR O! teMEroie»t0>5EiliI , 3T*?K T 

s tip - h ;i/X>x;b*x;Hf*5 0 ) *iiStt£ U C tt£7 ;l< =» - ^jgii* 
ic T L a6 3 C <fc K «fc 9 ic 6 c £ 7J<T- £ S 

CCDStCtiS^. Ru ( (S. S) -. (R. R) -TsNCH ( R° 1 ) CH 
( R 11 2 ) NH) (^"-p-cymene) ( ( ( S , S ) &Zf ( R . R ) - N - h Jl 
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x>X,»l/*x;U- 1 . 2 -ll^xf U > i?7J> ( >? 6 ~ P - W >) ^f"- 

(^*> R 0, &t;R 02 fiHiIEolB«i«>^ii<5T'*i9, T s iip- h^i>x;U 
*-/HT'Jb5. ) *T;i/3--rt/*ii«fWffitt/fx»jisTJ=* o~i o o°c© 

x^/-;K n -zfa'<; •< v7n/</ J — fr* i s 
o Stfsec-^^ -;U#*£ 0 

RuH C (S. S) (R. R) -TsNCH (R 01 ) CH (R 02 ) N H 2 
D (>7 8 -p-cymene) ( t K »; K- ( ( S . S ) (R. R) - N - h Jl 
3->xjI*—>1- 1 , 2 -liftxf i/>v*7 i> ( 7? 6 - p - >/ >) ^r-- 

*-Jl>mX'ir>% 0 ) «> fciiKs Ru C (S, S) -. (R, R) -TsNC 
H (R 01 ) CH (R° 2 ) NH) (t? 6 -p-cymene) ( ( (S. S) RLK (R. 
R) -N- h;l/X>x;l'*x J )l/- 1 , 2 -ng&x^l'^v'T i > ( 8 -p - 
v/^>) ;|/T-x^A) (5£cK R 0, &tfR O2 t*ii512©ie«2©£aiI^T**K T 
s tip - h^x>x^*-;u*T'*>5o ) £fmtU cn£igj«4H::T)taE7j< 

C©R*Ct±iI3t. RuH C (S, S) -, (R, R) -TsNCH ( R 0 1 ) C 
H (R 02 ) NHi ) in" -p-cymene) (tK'JK- ((S, S) »tf (R. 
R) -N- 1. 2 - Ilftxf l/>-^7; > <. v 6 -p- 

•>y» *r;^) R^s^R^jiMfeoismw^aa^T-**?, t 

s tip - lwi,x>x;U*x;i,KT£>£o ) ^Stt&ii+T'flnEJkjfiT^ 0~ 
5 0 o c©zSJgT'3 o#~2 4B#p B ^ (tfiLOi, i~i o ykMitfxffc-tt L 

~ 1 5 OaEOicHT'ff* L < 2 0-10 0IET*5. 

LTj®-^*. fc©(i. fcUll '<>-fc*>, h/l>x>> +->L/>, 
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rt-^f^i-rikf l-7tFD7 7>, 1. 3 - S^** V 7 >Rtf 1 . 4 

(S, S) -. (R. R) -R 03 NHCH CR") CH (R 0i ) NH 2 
( (S. S) Rtf (R. R) -N-S& - 1. 2 -rgftxf $ >«> 

(3*«K R°'x R os RtfR os l4ffjie©3£|g©ilOT&£o ) ©*><Dttx 
(S. S) -. (R. R) — N H 2 CH (R 01 ) CH (R") N H 2 ( (S. 

s) Rtf (r. r) - 1 . 2 -r»xfi/>i>7« >my &m#t l, 

[Protective Groups in Organic Synthesis 2 # 3 0 9 - 4 0 5 1 ( 1 9 9 
1) ) i:J:oTMTH, HP'S* R 03 A<p - h/kx>x/U*x;Ug© 
(S, S) -, (R. R) -TsNHCH (R 01 ) CH (R 0J ) NH 2 
( (S, S)Stf(R, R) -N-p-h;l/i>x;b*x^-l, 2 - -g&x. 

R 01 RE/R 0! liiiufe<D5tg©;§^ Tsttp-F*x>x**i*it 
) It. tztX.tt, (S. S) -. (R. R) -NH 2 CH (R CI ) CH 
(R os ) NH 2 ( (S. S) Rtf (R. R) - 1. 2-li«xf l/>-^7; > 
IS) *JBt4£ U cn^T s C 1 (p - h;l/x>x;l/t,x;P^o 'J K) £T/U# 

CORJtttM, (S, S) -. (R. R) -NH2 CH (R 01 ) CH (R 02 
) NHi ( (S. S) Rtf (R. R) - 1. 2 -HSif l/>v7 i >«> 
lt;|/iTsCl (p - M/A>x;l/# — Jl/* n U K) 1 *^*^Stt**l (fc 
h/Ux>. f h7tKo77V, *ft>f'l/» 4»T?S** ^'J-JA* 
^(4T;U^>*O^Stt/fxaiaETlw % 0~5 0t©Mt'3 0ft~3l*IKK T 
**'J (ffiiltf, h'Jif^7;» £Rl6li:L 7K£»0*.. RSS«B}£S* 
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(S. S) (R. R) — N H 2 CH (R 01 ) CH (R flJ ) NH* 
( (S. S) Rtf (R. R) " 1. 2-rl«xfU>vJ7; >«) 
(A*, R 0, RC>'R I,2 {ifitjia©^Oii { ?T*.'5 e ) 14, *§£«-«fc 

di*<-C$S (Tetrahedron Lett.. Vol. 3 2. 9 9 9 - 1 0 0 21) (199 
1 ) „ Tetrahedron Lett. . Vol. 3 4 . 1905-1908 H) ( 1 9 9 3 ) ) » 

(S. S) RCJf (R. R)-l. 2 -?7*i*xfl/>i>7 $ (S. 
S ) Rtf (R. R)-l. 2 -i/^o-N+^V^T i VttlPRStlT^*. 
fctitf, — tt* (e) ©*»8tt^7; >ttTE©*ft (Tetrahedron Lett.. 
Vol. 3 2, 9 9 9 - 1 0 0 2 S(199 1))a5sl(*ti:i4 < f4*. 

-hit. T 5 S^tKa?*** 5 *'/U C n£ MIS C 

tCi»)8IUcI«*T-»« (e) ©**Stt5>7 3 > ( (S. S ) Jktf (R. 
R) - 1 . 2 - -Ilfcxf l/>i?7i >JH) ££fiR-f 3C£A<T-££o 

2*7*3-****^^ VH©5**--JWK& LTIi, fiUlB©i5: (VIII) (IX 
1) ti^tlSo a (VIII) Cfc^T, CO|607*5(*0 2«7A3-*a 
i LTIi, ftttftKli. 1-7x^1^-^ l-(2->f*7*-M 

x?y-;i/, i- (2-xfA7iX^)x^-;K i - (2--f v7Dt";i/ 
7ixWx^-;K l-(2-tert-7fA7iiA) x^-*, 1 
_ ( 2 - y. ^i/7x-W X* y 1- (2-X^'>7x-W x? y 
-;K l - (2--fV7*D=f + /7iX;l,) x?y-iK 1 - (2 - t e r t - 

y v *x;io x? y i - ( 2 - y y s y x? y - 

, K 1- (3-yf*7xX*)x^-*, 1 - ( 3 -xf*7 xx;U) x? 



WO 97/20789 PCT/JP96/03573 

S-Jl. 1 - (3--fV7-nt^7x-^) x*y-;K 1 - (3-tert- 
^fi^iiWi^-*, 1- (3-n*-/7i^)x?y-;K 1- 
( 3 -X K+->7 xx;l/) x? y -/l,, i - (3--f y T'ntf+C/? xx;U) x 

* y" 1 - (3-tert -7'h + '/7i;^) x* y -,k i - ( 3 _ y 
*1-)ITZ J 7xx;b) x?y-,K 1 - (4 ->fj|,7*iW x?y-,K 
1 - (4 -xf^7ii;W x?y-;i,, 1 - (4 -^77 , Dh'*7 i a) x 

* y -/K 1 - ( 4 - t e r t -7*f-;l/7 xx;U) x? y -;u N 1 - ( 4 - y |* 
**7xx;l,) x?y-;K 1 - (4 -x h * •> 7 x x;l,) x*y-;j, s ! _ 

(4 --fV7"D^t-/7i;;|/) x^y-^K ! _ (4-tert-7'h*v'7 
xi^i^/-^ 1 - (4 --^y f-^7 i y 7xx;b) x?y 1 - ? 
y x;Ux? y 1 - y -> ^^r. ^ y - ^ 1 - + •> U ;bx ^ y — ;U X 1- 

( 1 - :>-7*;U) X* y-,K 1 - (2 -:h7^7U) y _,U N 1 - 7 ^ > 

M^x^y-;K 1 - Y ^-rxyUx? y l-(3, 

x;b) x? y 1 - ( 3 , 4 - i?x xx;U) x? y 1 - ( 3 . 

4-^fl/>^t+y7iX;|/) x^-;k 1 - 7 x n -fcrx./bx ? y 1 

- 7 xX^^d/nV 1- (2-^fA7iX4<) 7*D/</-;k l-(2 
-xfJl/7xxA) 7*o/<y-;K 1- (2 -4 77°d f^7x_;b) T'oz-ty 

1- (2-tert - 7f;l/7xxA) 7°d/< y -/K 1 - ( 2 - y h * 
^7xx;b) 7d/<;-;K 1 - ( 2 -x h + > 7 xx;u) T'd/sV 1- 
(2 -4 7 7'd#*->7xx/U) T-D/N-y-^U, 1 - ( 2 - t e r t - 7 h + 
7 xx4z) 7*D/«y-;U, 1 - ( 2 - i>y f-^T = y 7 x-^/U) T'd/nV -;K 
1 - C 3 - y f-;U7 xx;|,) 7"n/<;-;K 1 - ( 3 -xf ;l,7 x x/U) 7o/< 
J -/l/> 1 - (3 - W 7 7*o f;U7 xx;l0 7 > n/<y 1 - (3-tert 

-7^;U7 xx;i/) T'd/xV 1 - ( 3 - y h*i/7 xx;i,) 7D/<y 

1- (3-xK->7xXA) 7°D/N°y-/K 1- (3--fV7'n**->7xX 
;U) 7*d/<; -;K 1 - (3-tert- 7 h + ->7 xx;U) 7o/<y -;U, 1 

- (3-J>/f*7i;7xi*) 7o/s*y-/K l - (4 -yf-;b7x-;U) 
7a/N*y-;U, 1- (4-xf;l/7xx;b) t*d/?;-;K 1 - (4-^77*0 
f/U7 xx;U) 7d^V 1 - (4-tert-7"fA7xx;l/) 7"onV 
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-;K i- (4-^ + i/7ii;l/) 7"o/<y-;K i - (4-xh + ->7x- 

(4-tert-7-^'/7xiW 7"o/<y-;K 1 - (4 -5^f^7 S y 
7x-;U) t'o/V-JK 1 - 9 * -to~fu><J -to, \- t i/f-to-fv'<J - 
to, 1 -*S>U*7*a/<y-*» 1- (l-t7f*) ^n/V-A, l-(2 
-^7^,1,) ^a/xV l-7*t>hU^n/<y-A, 1 - "< >-r-;U 
-fn^S-to* l-(3. h*5/7xiW 7*d/V-^, l-(3, 

4 _j? x |, + .>7x^) 7°o/<y -;K l-(3, 4-;fl/>^t*->7x 
fa* J -fir* 1-7x0^*7*0^-*, 1 -7xi^7'?y-iK 

l- (2-yf*7x-;W -f*J-to, l- ( 2 -xf*7xi*) 7**y- 

! _ (2-^77*of*7x-W f9 J-to, 1- (2-tert-7"f 
Jl,7xXW 19 J -to, l-(2-^4->7xiJl) 7"^-*, 1 - (2 
-lK^7x^) ?9J-to, 1- (2--fV7*D^+->7xi*) 
1 - (2 - t e r t -7"h*->7x-*) 7** y 1 - 

i y 7 x-;io t*? y -;k i - ( 3 - y f*7xxw y 1 - 
o-xf*7x-w 7**y-*> l- (3-'fy7'ae;i/7xx*) 79 y 

-/K 1 - (3 - t e r t -7*f*7xX*) 7**y-;K 1 - ( 3 - / h + '> 
7xiW ~f9J-to, 1- (3-x|-*'>7xi;l/) 19 J-to, 1- (3- 
-f v7'o#+v7 x^-^U) 7* y 1 - (3-tert-7"^v7xx 

,,,) -/^ y-;K 1- (3-fyf*7;y7xiA) I* J -to* 1- U~ 
y ^;U7 x^-yu) 7"^ y l - (4-xf*7xx*) 7 9 J -to, l- 

( 4 -i* 77*0 t°;l/7 x-;l/) 7* y 1- (4-tert -yf;l-7xx 
-79 J -to, \ - (A - t V* : s-y i--to) 7? J -to, 1 - (4 - x h + 

v/7x-;U) 7*^ y-^s 1- (4-fV7"o.f*-/7xxW 7*^-*, 1 

- (4 - t e r t - 7" h + ->7 xx;lO 7*^ y-;K 1 - (4 - i? / toT i J 
7s.-to)7?s-to, \-9 t=-to?9 J -to, I - / fl-to-79 J -to, l 

- + '>ij*y^-;k l- (1-1-71-to) rftJ-to, i- (2-t7f 
;u)y^y-;U, I -7 x^-> h 0 to? 9 J -to, \ - 4 -to? 9 J - to, 

l - (3, 4 -i>y h + ->7x-;b) 79 J -to, l - (3. 4-7x^'>7 



-yJL- 
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x x;u) 19 J -fr* l-(3. 4 -/ f- 1/ 7 xx;i,) 19J-to* 

l-7iO-b^l/7*?y-/K l-7i^WV7*^-;l', 1- 

7xx;u) 47l9J-)V* l- (2-if^7i-;l/) -f77;>-;k l - 
(2--fV7'D £;i>7x-=.;l0 'f 7 7* J -to* 1 - (2 - t e r t -7^;b7 

liW >fV7*^;-;K 1 - (2 -j* h*->7x— AO -f V19J ^to* 1 - 
(2-xl- + -/7i-W ^77*^/-^ 1- ( 2 --f 77"o* + -/7 xX 

W-fV^;-*, 1 - (2 - t e r t -7 l-t'>7xiJl/) -fVT*^;-;!/, 

l- (2-^yfA7;;7x-W -i -ji 9 j -to* l- (3 - yfyi/7x- 

;U) 4 Vl 9 J -to* 1 - (3 -xfA7 xx;U) -< 719 J -to* 1 - ( 3 - 
>f 7 7"d x-;l/) -Y 7 7* 7 -to* l - (3-te'rt - 7f;b7x- 
;10 4 1 9 J — to* 1 - (3 -y h + y7x-W ■< VI 9 S -to* 1 - (3 
-x h4-->7xx;b) >f 7 7"^ 7-;K 1 - ( 3 - 4 77D^i/7ixW ■< 

V 79 J - to* 1- (3-t er t-7*h*->7xi;b) -f77^7-A, 1 - 
(3-v?yf^7;y7x-;i/) 4 779 J —to* 1- ( 4 - y f- ;l/7 x ~to~) 

■i *Jl 9 J -to* l - ( 4 - xf-;i/7x-;l/) >f v7? 7 -/K l - ( 4 - 4 v 
7d W7xx;i/) i' 7 7* 7 1 - ( 4 - t e r t - 7f;l/7xi;l/) -T 

V 79 J - to* \ - ( I - / h * •> 7 x. -to) ■< V 7 9 J - to* 1 - < 4 -X h 
*->7xx;lO -(7 7?;-^ 1 - ( 4 7 7*D##-j/7 xx;U) -f7 19 

y-to, i - ( 4 - t e r t -7 h + ->7 xx;u) ■< 7 7* J -to* i-(4- 
f-^UT i 7 7 xx;l/) -f 77* 7 -to* 1 - 9 / -to4 7 19 7 -Jl* 1- 
/ : s1-to4 V19 7 -to* 1 — lr is V toj V 1 9 S — to* 1 - (l- + 7f;l/) 
4 779 J -to* 1- (2-t7f-;l/) 4 71 9 J -to* l-7xi->l>'J;K 
Vl9J~to* I ST-to^ V19 S -to* l-(3. 4-vMh*->7x 
xA) ^7 7?;-iK l-(3. 4 -i?x K-/7xX^) -f 719 J -to* 
1- (3, U>-7t*-/7xX;l/) -i Jl9 J -to* 1 - 7xD-fex/l/ 

■ivl9 J -to* 1 — 7 xx;K>^ 7 -;K 1- (2-^f*7xxW^> 
* 7 - 1- (2-xf;l/7xx;I/) O * 7 - ;K 1- (2 - -f 77a k';l/ 
7xx;i,) /0?;-;k l - ( 2 - t e r t - 1-f-tov xxvlO "iv* / - 
1- (2-7 h*>7 xx;|/) ? 7 1- ( 2 - x h*i/7 xx;U) -< 



- t3- 



WO 97/20789 PCT/JP96/03573 

y9 i - (2 ->f 7^^'>7x^) y-vK 1 ~ ( 2 - t 

e r t _y h + s/7x;w y 1 - ( 2 - V/*)l<T i J 7 

rtO *>*y-As 1- (3-yfA7x-W<>^-^ 1 - (3 -if 

;U7x-;u) y-;K l - ( 3 -4 vfo t°)U7 *>*y--'K 
1 _ (3-tert -7-f-^7x;A) 1- (3-y h*'>7x 

irtO ^>?y-;K l - (3-i^->7x^) K>*y-/K l - (3- 
-fvrD* + '/7isA) *>*y-A>, l - (3-tert-7*h*^7ti 

)D <>9 y ->k i - ( 3 - ?yfA7 ? /7i-w y - a, i - 
(4-yf^7x^) ^v*y-;K l- (Mf*7tiA) ^>99- 

;K 1 - (4 - r/7"ob^7x-^) K>^y 1 - (4 - t e r t - 7 

f*7ii*) < o^/-^ i - (4 - y h + ->7xx^) 9 y-ji, i 

- (4 - x K*^7xx;l/) ^y^y-zK 1- (4--fV^n**S/7*i 
AO K>9 J -A, 1 - (4 - t e r t -7'^-y7x-W 9 J-)\>. 1 

- (4--^f*7;;7x-W O^y-A, 1-9/ iM>^-*» 

l -*5> a-o* y l- d-t7f;W 

y _;U % l - ( 2-t7fW 0^y--»K l-7xt>HM^ 

y-;K l ->r yf'-A'O* y-A-, l-(3. 4-;n + ->7x-W ^ 
>*y-A, 1 - (3. 4-5>x h + ->7x^) 'O^y-A-s I - (3. 4 
-yfi/>v!t+->7x-W /<>*y-A, i-7xD-br.;K>^y-JK 
l-.f>>?V-A, 1, 2, 3. 4-fh5tKD-l- + 7 h-;k 2->? 
n^Z/x^- j _jf-;l, N 3-yf;l'-2-->?o'^T>- 1 -tf-A-, 2- 
->^D's + -Jr>-l-^-;U> 3-)ifA-2-->>D^t>-l-t-A', 
2 _ d'sT'? > - 1 A N 3-y^/U-2-v^D^7 , ^>-l 

Ax 2 -v* o*? ? >- 1 -*-A% 2 - / ?)l>- 2 - ; s9 a* 9 9 >- 1 - 
tJ--A n 4 - t Kd + ->- 2 o'O-r >- 1 £tl 5 «> 

S(IX)-C«^$tl5y Vl-^-^i LTti> HftWtctiy V- 2 ->?d^> 
■fy-1. 4-'7t-*, yv-2-'^D^t>-l, l-^-A, 
_ 2 - -> ? u<^.?9 % y- 1 , 4 - i>;fr-A> y V- 2 - v ? n * ? 9 >- 1 . 4 
5, B-ftKn + f-l, 4. 4a. 5, 8, 8a-^ttF 
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LX\i. KfE-ttS (VII) .CfctfSEtt?- 5*T ; >i Lt3fefiStt^fcffl> o 
4*) (R. R) ftttzit (S. S) (**ffl^n«J:<. *©i!iRi;:«k ^BfrS-T* 

S?T-£>.Mt£$HC*f LT 1 / 1 0 0 0 0 - 1 / 1 0fg*;K 
0 0~l/2 0 0|g ; &^fflt5:tA < t-l4. 

A-y7; >t§{* t £® S *£ flr h >#ttt>L< ti^ h > k T-rS&feM t (DHLS® 
m\zto*_xm-&i!&k U SJSfitO- 1 OOt, JfiKlis 10-5 0°CT- 

1-10 OB^, 5ft L< 14 3-5 0 B# F££iS £ it SCiK £15*7*5 ft £ 0 
^fflt5Th>iLTtt, 7-bh >, yf*xf^h>, Vs.?-)],* Y 

•^v^d h yfil/-tert-7f;l'7t->> •>*o'<>*y>, 

* h SS©ISi:iotliO. l - 3 0 (g*/fi«) c 

ltstt* mtfs *>h?>* ^x>> ^ 

^f;l/x-r;k yif;|/x-r;k VT'nf/U-r;!', /H e r t 
-7^f^x-f;K fhnFD77^ 1. 3-^t+V7>Ryi, 4-S> 
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< *^g&7 b n - OSS it > 

NMR : J E O L G S X - 4 0 0 / V a r i a n Gemini-200 
( 1 H-NMRi¥t>^ : TMS, 3l P-NMRgft>^ : 

GLC : SH1MAZU G C - 1 7 A ( c o 1 u ra u n : c h i r a 1 C 
P-Cyc lodextrin-b-236-M19) 

HPLC : JASCO GULLIVER (c o 1 umun : CH I RALC 
EL 0 J. OB-H, OB, OD) 
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1 

a Ri =H, R 2 = CH 3 

b Ri — H, R2 = C2Hs 

c R,=H,R 2 =CH(CH 3 ) 2 

d R,=H,R 2 =C(CH 3 ) 3 

e Ri =CH3 ? R2 = CHa 

f R 1 =CI,R 2 =CH 3 

g R 1 = OCH 3 1 R 2 = CH 3 

h R,=CN, R 2 =CH 3 

i R,=H,R 2 = (CH 2 ) 3 C0 2 C 2 H 5 






m # x. m is (Mwm 
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m * * ffl » (ss^a 
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HfiSff] 1-19 

75 >it£%Ut LTm2KmLtz&m<07 i S 7 )H - Mt£® 0 . 0 5 mmo 
1 ig2 Jc^Lfc;Uf--'>ATU->ig{$0. 0 1 2 5mmo 1 *Slif%'7A 

/V-A4 5. 0 m U Maifcl 1 ©SiOA/l'^-/Ht^5ramo 1 . 
0. 0 5MfflKOH2-^D^y-^f£2. 5ml (0. 125mmol)® 

T 'H-NMR (CDC 1 3 ) *jM£U g&^£»&L*:o »CCftt»if 
CH< liGL C{=«t->-C*^ttIt*)*J:Cflfe*»lEll*i*3£L^:o Sf^S4 let 

Cfc«k^>Ti^i$»c#fcb-$-*c<b t>-e#*. 

Uttffi 2 0-23 

Wfc£«J*ffl^TE»6*frofco llrRtt* £*T*4 K*Lfc 0 



WO 97/20789 



PCT/JP96/03S73 



m 4 



mm 


[RuCla(arene)] 2 


Eft? 


IV ^ 




% conv 


% ee 


conf ig. 


i 


13 


t n 


la 




ft /i 


u£ 


c 
o 


2 


13 


20 


la 


1 


91 


1/ 


Q 

o 


3 


14 


20 


la 


1 


97 


59 


c 
o 


4 


14 


21 


la 


1 


97 


56 


s 


5 


15 


20 


la 


1 


97 


56 


s 


6 


15 


21 


la 


1 


62 


52 


s 


7 


16 


17 


la 


1 


95 


91 


s 


8 


16 


20 


la 


1 


94 


92 


s 


9 


16 


21 


la 


1 


59 


55 


s 


10 


16 


22 


la 


1 


96 


75 


s 


11 


16 


20 


lb 


2 


95 


82 


s 


12 


16 


20 


1c 


15 


93 


5 


s 


13 


16 


20 


Id 


20 


22 


40 


R 


14 


16 


20 


o-le 


6 


96 


83 


s 


15 


16 


18 


o-lf 


1 


99 


on 

89 


b 


16 


16 


20 


p-lg 


4 


73 


TO 

79 


Q 

O 


17 


lb 


9A 
c\) 


Q 

0 


o 


v/S7 




s 


18 


16 


18 


4 


3 


93 


75 


S 


19 


16 


16 


7 




62 


94 


s 


20 


13 


23 


la 




65 


0.4 


s 


21 


13 


24 


la 




61 


61 


R 


22 


13 


25 


la 




70 






23 


13 


26 


la 




73 


4 


S 



- TO ' 



WO 97/20789 



PCT/JP96/03573 



mmm 2 4 -~ 4 1 

hiJxf;l/7; ><D&&®1 (5 : 2) fwJn^TMST'^^F B 1SlD^ tffco RJ6 
MTkSS^^ h 'J -JATfeiL, ®4££@±LrV<£. 1 H-NMR (CDC Is ) 

*mseu m&mzn&itzo HPLCifciiGLCia^tifeWfci^ 
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nmm b 

NMR : J E 0 L G S X - 4 0 0 / V a r i a n Gemini-200 
CI H-NMRMmV>zr)l> : TMS. "P-NMRgft>^ : 
U >Wt) 

GLC : SHIMAZU GC- 17 A (c o I umun : ch i r a 1 C 
P-Cyclodextr in-b-236-Ml 9) 

HPLC : JASCO GULLIVER (co 1 umun : CHIRALC 
EL OJ, OB-H, OB, OD) 

»&ftfc#^Stt7 i Wt£«5©tt»RB«IS»te«* HPLC. &£tfXm® 
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CH 3 0 




CH3O 



2a : R=CH 3 

2b:R=3, 4-(CH 3 0) 2 C 6 H 3 CH 2 
2c : R=3, 4-(CH 3 0) 2 C«H 3 (CH 2 ) 2 
2d : R=C e H 5 
2e : R=3,4(CH 3 0) 2 C 6 H 3 
2f : R=C 6 H 5 CH 2 
2g:R=1.CH 3 C 6 H4 



C6H5 

6 




C6H5 

7 





12a : X=H 
12b : X=CI 
12c : X=CH 3 0 



ca 



:J0 



15 



-54- 



£ # it H IS (M26) 
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mi 





a : 7? 6 -arene= /£>-cymene:Ar = /o-CH 3 C 6 H 4 

b :?7 6 -arene= p-cymene:Ar =2, 4, 6-(CH 3 )3C 6 H2 

c : *7 6 -arene=benzene:Ar = 1-naphthyl 

d : *7 6 -arene=benzene:Ar = 2, 4, 6-(CH 3 ) 3 C 6 H 2 

e : 3 6 -arene=benzene:Ar = P -(CH 3 ) 3 C 6 H 4 



5 5- 



m m it m & mm2$) 
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mmm 4 2 

6, l-?^ + ->-l-^A-3, 4 - v> t K o -f V * J y > (£ 6 - 2 
a) (1. 03g, 5mmol) £ /l>-rx ^ Aftklft (g7) (R. R) - 1 a 
(16mg, 0. 0 2 5 mmo 1 ) &7Hr h~ h 'J ;U ( 1 0 m L) tcr§8?L7t$x 
4*K- h 'Jxf;l/7 i >©*I£$| (5:2) £flO*.T 2 8 ^CT 3 BtPfligft Lfco 

ig*g£3±L*:fc©Kot,*T l H-NMR (CDC 1 . ) £i»]£U 

(17; >£HPLCtL< t±G L C K J: oTft^fc&gfcektff&ttKBS-zfc^ L/c„ 
3c 8 {;*£*!>*:£ OK, (S)-6. 2, 3 

4 -f- h 5 h Ko-fv + y 'J > ( 1 . 0 2 g. 9 9 %iR^. 9 6 % e e ) 
HI 4 3-69 

Hffigi|7 0 

* £26T^8 C^L/^o 
Jt&flJ 1 

Jt«w 2 

isasws 1 i^u^ftTtc^T^sttT ^ >Efi?©«vwi/fi-5A-7 



WO 97/20789 



PCT/JP96/03573 



T l > 



mm 


4 £ > 


J$4 


S/C 


* m 


tm h 




ee.% 


S6#Ei 


42 


2a 


(R, R)-la 


200 


CHaCN 


3 


99 


96 


S 


43 


2a 


(R.R)-la 


200 


CH,CI* 


3 


99 


94 


S 


44 


2a 


(S. S)-la 


200 


CH 2 C1 2 


3 


99 


93 


R 


45 


2a 


(R, R)-la 


200 




3 


99 


95 


S 


46 


2a 


(R, R)-la 


200 


DMF 


3 


99 


95 


S 


47 


2a 


(R. R)-la 


200 


DMSO 


3 


99 


95 


S 


48 


2a 


(O)-la 


1000 


CHtCli 


98 


99 


90 


S 


49 


2b 


(S.S)-la 


200 


ch,ci, 


8 


81 


87 


R 


50 


2c 


(S. S)-lb 


200 


CHzCl z 


16 


99 


92 


R 


51 


2d 


(S. S)-lc 


200 


CH2CI 2 


8 


99 


84 


R 


52 


2e 


(S.S)-lc 


100 


CH:CU 


12 


96 


84 


R 


53 


2f 


(R, R)-le 


200 


CH.CU 


18 


68 


82 




54 


2g 


(R, R)-le 


200 


CH,C1, 


14 


94 


98 




55 


3 


(S, S)-la 


200 


CHiCl, 


16 


99 


84 




56 


4a 


(S. S>-la 


200 


DMF 


5 


86 


97 


R 


57 


4b 


(S, S)-la 


200 


DMF 


5 


83 


96 


R 


58 


5 


(R. R)-le 


200 


CH S C1 2 


48 


59 


78 




59 


6 


(S. S)-lc 


200 


Ctl>CU 


39 


22 


47 


S 


60 


7 


(S,S)-lc 


200 


CH 2 C1, 


40 


100 


34 




61 


8 


(S. S)-lc 


100 


CH,CI, 


6 


90 


89 


S 


62 


9 


(S. S)-lc 


100 


C1UC1. 


12 


64 


88 


s 


63 


10 


(S.S)-ld 


200 


CHiCU 


36 


72 


77 


s 


64 


11 


(R.R)-le 


200 


CH1CI1 


15 


13 


36 




65 


12a 


(R, R)-le 


200 




37 


43 


46 




66 


12b 


(R.R)-le 


200 


CII,C> 2 


109 


35 


36 




67 


12c 


(R. RMe 


200 


CHiCU 


65 


67 


25 




68 


13 


(S.S)-lc 


200 


CIUCI, 


16 


82 


64 




69 . 


14 


(S.S)-le 


200 


CHjCl, 


67 


71 


12 


R 


70 


15 


(S.S)-le 


200 


CH 2 CI 2 


12 


69 


43 





WO 97/20789 



PCT/JP96/03S73 



nmmc 

NMR:JEOLGSX-400/Varian Gemini - 2 0 0 

( «H-NMRrt««* : TMS) 
GLC : SH IMADZU GC-1 7 A (column: chiral CP-Cyclod 

extrin-b- 2 3 6 -Ml 9) 

HPLC : JASCO GULLIVER (column : CH1RALCEL 0 J . OB 

-H, OB, OD-H. OD) 



WO 97/20789 



PCT/JP96/03S73 



319 
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R 




OH 



RO 



la : R=H 
lb : R=CH 3 0 
1c : R=(GH 3 ) 2 N 



2a : R=CH 3 
2b : R-R=CH 2 



OH 




F.e 



OH 





3a : R=CH 2 
3b : R=(CH 2 ) 2 



OH 




5a : R=H 
5b : R=CH 3 



HO HO OH 
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HO 0 OH 
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H1 0 



CeHs 



A- 



Ru— X 



H 



Ru 

C 6 H 5 u 



H 



10 : X=p-cymene 

11 : X=mesitylen8 



12 : X=p-cymen© 

13 : X=mesitylene 



a:' 

H 



Ru— X 



ax 

H 2 



H 



14 : X=p-cymene 

15 : X=mesitylene 



16 : X=/o-cymene 

17 : X=mesitylene 



-6 0- 



m m z. m & (mm® 
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RuCl ( ( S . S) -p-TsNCH (C 6 H 5 ) CH .(C, H 3 ) NH S 
] ( V 6 - p - cymene) (?nn((S. S) -N-p- h;i/X>x;W-^ 
-1. 2-37iiAif'l/y?7;V) ( 7} 0 - p - •>/ >) ^-r^ A£D£ 
& kbfrtto* T**ym&Lizi/*l'>9Rtti&K.* CRuCl 

2 ( t? 6 - p -cymene) ] 2 (f H^DDt'x ( 7? 8 - p — •> y >) Zl;bf--=- 
1. 53g(2. 5 mmo 1 ) £ (S, S) - p-TsNCH (C 8 H s 
) CH (Co H, ) N H 2 ( (S, S) -N - p - h;Ui>x;l/*Ji>»U- 1 . 
2 -S?7 xi*ifl/>-?7 5 >) 1 . 8 3g(5. 0 mm o 1 ) RZJf h 'J xf 
Jb7 5>l. 4ml (1 Ommo I) *2-7*OAV-;l,5 0raltiSlgt5 ( , 

IftA&ftfrU METTfE&LT. 2. 9 9 g <D* U > ^&<Z>ig||£*#*:o TO 

m. p. > 1 0 0°C (#)$¥) 

IR(KBr) (cm" 1 ] -.3 2 7 2, 3 2 1 9, 3 1 4 2, 3 0 6 3, 

3030, 2963, 2874 
'H-NMR ( 4 0 0MHz^ 1?dd*^A, 5) :ppm 
1. 32 (d. 3H), 1. 34 (d, 3H), 2. 19 ( s , 3H), 2. 
28 (s, 3H). 3. 07 (m, 1H). 3. 26 (m. 1H), 3. 54 
(m, 1H), 3. 66 (d. 1H). 5. 68 (d, 1H). 5. 70 (d, 
1H), 5. 72 (d, 1H), 5. 86 (d, 1H). 6. 61 (m. 1H), 
6. 2 9 - 7. 2 0 (m. 1 4 H) . 

(ChH S5 C 1 N 2 0 2 R u S) 

C H N CI R u 

ItM (%) 58. 53 5. 54 4. 40 5. 57 15. 89 

flfifHI (%) 58. 37 5. 44 4. 36 5. 75 1 8. 8 3 



-61 - 
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#%ff>J2 

RuCl ( (S, S) - p-TsNCH (C, H 5 ) CH (C 6 Hs ) NHa 
] (t? c -mesitylene) (>on-((S, S) - N - p - h > 

(RuC h ( j? 6 - P -cymene) ) 2 (x h 5 ? o a t'x ( 77 6 - p - > J 
» ZL-'l/f--^ A) <DRt><0\z CRu C 1 2 (77 c -mesitylene) 3 2 (rh7 
^DDt'X (?? 6 - / ■> f U > ) -;l/-r-^A) Sl^t, 1 tmmiz& 

m. p. 218. 6-222. 5 °C (#8?) 
'H-NMR (4 0 0 MHz, STk^fc? un*)UA^ 6) :ppm 

2. 24 (3H), 2. 38 (s. 9H), 3. 6 9 (dd, 1H), 3. 7 
9(d. 1H), 3. 99 (dd, 1H), 4. 19 (brd, 1H). 5. 3 
0(s, 3H), 6. 65-6. 9 3 (m, 9H) , 7. 06-7. 15 (m, 
3 H) , 7. 3 5 (d, 2 H) 

mnm 3 

RuCl C (S, S) - N - p - T s — cyclohexane — 1. 2 — diamine 3 
(77 6 -p -cymene) (*dd-((S. S ) - N - p - h *x > 
1 , 2 - •> ? a^s*-* >i?T i >) ( 77 6 - p - •> ^ > ) ^f-fi) £>£fi£ 

(S, S) -p-TsNCH (Ce Hs ) CH (C 6 H= ) N H 2 ( (S, 
S) - N - p - h )l>J->X)ls*—)\,- 1 . 2 - -;7iiAxf U>Z>T i >) © 
ftfr^KCS. S) - N - p - T s - cyclohexane — 1, 2 -diamine ((S, 
S ) -n - p - h ;l/x>x;l/*-;U- 1 , 2 - n^+lfVifT $ >) 

li 6 0 %T'&£ 0 

RuCl C(S, S) - N-p-Ts - cyclohexane - 1 . 2 - diamine ) 
(/?" -raesityiene) (*nu-((S. S ) - N - p - h ;U > 7>>\,*-)l- 
1, 2 - •>? a <\ 7 ; >) ( 77 n - / ->f- U >) A) ©&f£ 
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(S, S) -p-TsNCH (Co H 5 ) CH (C 8 H 5 ) N H2 C (S. 
S) -N - p - h^x>z;l/*-;l/- 1 , 2 - if -J i^JUf U>VT i >) <D 
Kt>*)iz (S, S) -N — p-Ts - cyclohexane - 1 . 2 -diamine ((IS. 
2S) -N-p - h;i/i>*;i/*^;l/- 1. 2 - i/ ? w\*-*)r > i/T i » 

*tt 5 8%T'£>£ 0 
fgflfeglj 7 1 - a 

Ru ( (S, S) -p-TsNCH (C e H 5 ) CH (C e Hs ) NH) in 
e -p-cymene) ((S. S ) - N - p - h >x At 1 . 2-i?7x 

xwl/Xf- U >v>7 i >) ( J? c - p - W >) ^-r-^ A) CD^fiSc 

( 77 8 - p - cymene) ) 2 (x h -7 ? o a fc' x ( 77 6 - p - £/ / >) Z;l/f i 1 ) 
A) 306. 2mg (0. 5mmol) £ (S, S) -p-TsNCH (C 6 H 
5 ) CH (Ci Hs ) N H 2 ( (S, S) -N-p-h/l/X->XJl/* — 
2 - ^7i;*if U >i>T i>) 366. 4 m g (1. 0 mm o 1 ) Rtf*®? 
t*'J7A4 OOmg (7. 1 mm 0 1 ) £t&it* fU'/Tml T^P^So £ 
J6«*£flT5£IHHJl#Lfc8U SlS^tC7K7m 1 £iDx. S C <h K «fc . KM 

7kie-(b*^^^AT'^L, rgifi£g*;L7V&. s£I£TT-$£*glLT. 5 2 2 mg 
©SI&fe©£ilA^tt£^ 1 OONo. 1 0©fg{*£f#fc o JK*fM*8 7%T'&£o 
m. p. > 8 0°C (#)l?) 

I R (KB r) (cm - ') : 3 2 8 9, 3 0 7 0. 3 0 1 7, 2 9 6 8. 

2920, 2859 
'H-NMR (4 0 0MHz. M^m^t h )Vx. 6) : p pm 
1. 20 (d. 3H). 1. 25 (d, 3H). 2. 05 (s, 3H). 2. 
22 (s. 3H). 2. 53 (m, 1H), 4. 08 (d, 1H), 4. 89 
(s, 1H). 5. 11 (d. 1H). 5. 27 (d. 1H). 5. 28 (d, 
1H), 5. 39 (d. 1H), 6. 64 (brd, 1H), 6. 87 (d. 2 
H) . 7. 67 (d. 2H). 7. 2-7. 7 (m. 10H) 
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(CnH»«Ni On RuS) 

C H N Ru 

ItJItf (%) 6 2.0 9 5.7 1 4.6 7 1 6.8 5 
XMtt (%) 62.06 5.77 4.66 16.47 

7 1 - b 

RuCCS. S) - p-TsNCH (C, H s ) CH (C, H s ) NH) ( n 
• -p-cymene) ( ( (S. S) - N - p - h *x>x^*i*- 1 . 2-^7 

jfcUfcRuCl ((IS. 2 S) -P-TsNCH (C. H 5 ) CH (C. Hs 
) NHJ U 6 -p-cyoene) (>bd-((1S, 2S) -N-p-Hb 
x>*JU*i*- 1. 2-J>7*i*xfl/>»7;V) U«-p-W>) 
A,7-i*iO 318. 6mg(0. 5mmol) 1 *SHfc * «J * ^ 2 0 Omg 
(3. 5mmo 1) *^<t^ * U > 7 m 1 Hf&MtZ* fc&foZM&T' 5 tiffi®. 

J»U *K*B*UfcfiU *ET"CK*L-r. 5 2 2 mgO»*fe©tSfl*#fc. 
iR^tt 8 7 
HMff) 7 2 - a 

Ru ( (S, S) - p-TsNCH (Ct H 5 ) CH (C e Hs ) NH) U 
6 -mesitylene) ( ( (S. S) - N - p - h > x;l,*i;l/- 1 . 2-?7 

(RuCh ( n * - p - cymene) ) 2 (f f^not'X (j 1 - p-v" 1 
>) H/I/t <7)ftt>»?tc (RuC 1 2 U" - mesitylene) ) 2 (rh? 

«K=SftLT^<&*S***tt** 1 OONo. 1 1 0«**»fc. «*tt8 0 
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'H-NMR ( 4 0 0 MHz, fi7k3Ht h 5) : p p m 

1. 91 (s, 9H), 1. 99 (s, 3 H ) , 3. 83 (d. 1H), 4. 

51 (s, 1H). 4. 95 (s, 3H), 5. 9 2 (brd, 1H). 6. 3 

8~7. 7 1 (m. 1 4 H) 

nmm 7 2 - b 

Ru C (S, S) - p-TsNCH (C fl Hs ) CH (C 6 H 5 ) NH) ( t? 
6 -mesitylene) (((S. S ) - N - p - h > — ;U- 1 , 2-i?y 

RuCl CCS. S) -p-TsNCH (C, H 5 ) CH (C« H s ) NH S 
) ( n 8 - p - cymene) (?ou-((S, S ) - N - p - h ;l-x > x — 
)l- 1 , 2-y7 b>-/7;» ( 77 8 - p - > ^ >) ;Uf-x ^ A) 

©ttfc^nc, MI2t^LtRu C 1 ( (S. S) - p-TsNCH (C 6 
H 5 ) CH (Ce H 5 ) NH 2 ) (t? 8 -mesitylene) (?du- ( (S, S) 
-N- p - h^x>x;l/t>- 1 , 2-^7iX;l/Xfl/>-J7i » (r? 6 
- J ->f- U>) *f^-)A) £ffll^T. HS&fi&J 7 1 - b iHfllKlHf^ LT±|2© 

jl^g'J 7 3 - a 

Ru ( (S, S) -N-p-Ts - 1, 2 - eye lohexanedi amine] ( 73 8 - p 
-cymene) (((S, S ) - N - p - h> ;i/x >x;U^— ;U- 1 . 2-->^q-^+ 
-*>v7<>) ( 77 0 - p - W >) -rt/-rx-> A) <D£jj£ 

(S, S) - p — TsNCH (Ce Hs ) CH (Ce Hs ) NH? ((S. 
S) - N - p - h JUx 1 . 2 - / 7x-;bxf l/>-^7; >) CO 

ft=b t>K ( S. S) -N-p-Ts - 1, 2 - eye lohexanedi amine ((IS, 2 
S) - N-p- b/Ux>7./U*x./U- 1, 2 - o's + ^y i*7 i >) ?rffl^ 
T> HJSIfiJ 7 1 - a £IW:iittLT&feO£II<?: LtllOCNo. 1 4©I 
^'(|/:. K-3Mi5 8%T'£>£o 
USSfflj 7 3 - b 

Ru ( ( S. S) - N- p- Ts - 1. 2 - eye lohexanedi amine) ( 7? 8 - p 



- L5~ 
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-cymene) (((S. S ) - N - p - h *x > x/Ufci*- 1 . 2-->?o^ + 

RuCl ( (S, S) - p- TsNCH (Ce Hs ) CH (C$ Hs ) NHs 
] (77 6 -p -cymene) (?dd- ((S, S) -N-p-hH>X*t- 
fU-\. 2-*J-7x. — Jb3.*l/>9TZ» (r? B - p - •> J 1 >) '^-H) 
©fU>*>£. ffW3T*^L/:RuC 1 C (S, S) -N-p-T s -cyclob 
exane - 1 . 2 -diamine) ( 77 6 - p - cymene) (?nn((S, S)-N- 
p-h^x>XM^-l, 2-»n^t>5»7S» C 77 6 - p - > y 

>> /i/T-'jA) *ffli*T, n*m 1 -b£H*K»fisLT±iB©i8{***a 

jgftgffl 7 4 - a 

RuCCS. S) -N-p-Ts-1, 2 -cyclohexanediamine) (77 s -me 
sitylene) ( ( (S, S ) - N - p - h 1 , 2-->?d^ 

t>^7-^) ( 7? 8 - > ->f- b >) ;u-r-— ^-^) ©£fi£ 

(S, S) - p- TsNCH (Cb Hs ) CH (Ce Hs ) NHs CCS. 
S ) _ N _ p _ ^xxx^tvi^- 1. 2-y7xiAifl/>i>75 >) © 
ftt>*5>Cs (S. S) - N - p - T s - cyclohexane - 1 . 2 -diamine ((S. 
S ) -N-p - h^U>XM>-^- 1 , 2 P^t>?7 ^ >) 

Ts 1USW7 1 - aiH*C!lftCT* lOONo. 1 5 ©MH***fe©*Sfi£ 

Hifeff] 7 4 - b 

Ru C (S, S) -N-p-T s-1. 2 -cyclohexanediamineD ( 7? 8 -me 
sitylene) (((S, S ) - N - p - h Jl>*- > x;b*^;t/- 1 , 2-->?o^+ 

RuCl C (S. S) - p- TsNCH ( C . Hs ) CH (Co Hs ) N H 2 
] ( v 8 - P -cyroene) (?dd - ((S. S) -N-p - 
;U-1, 2-i?7i-/Ufl/>-;7;/') ( 77 8 - P - >) ^f"- 1 ? A) 
©ttfcOK. ##0UT6l£LfcRuC 1 t (S. S) -N-p-Ts-1, 2 
-cyclohexanediaraine) ( v ' -mesitylene) (traa- ((IS, 2S) -N 
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b» fl,7^*A) *ffl^T. Hffi^J7 1 -b &H«fc»ftLT±E0>«H*** 
fe«DttS£ LT»fc 0 iR^«6 2%r-*5o 
H%fflJ 7 5 - a 

RuH [(S. S) - p-TsNCH (C, H 5 ) CH (C« H» ) NH, ] 
U 6 -p-cymene) (tKUK- ((S, S) -N- p - 

-1. 2-'^7iX/Uf l/>^7;» -p-->^) ;l/f-9A) 0 

£l£L*:Ru CCS, S) - p-TsNCH (Ce H 5 ) CH <C« H 5 ) N 
H). ( n 6 - P -cyraene) (<(S. S ) - N - p - h frJ- >X/l/ *•=.;!/- 1 . 
2 - -;7t-;Hf U>5>7 5 >) ( 77 0 - p - >y >) ;l/f- ■> A) 6 0 0 m 
6 (1. Ommo 1) *2--7o/</-;H Oml T*»tS. /xlCi££MT- 

•^feODi&Jli Ltl 1 OCDNo. 12 (Z>fi(*&W*: e iR*tt 8 5 %X°3bho 
m. p. >60t i$m 
I R (KB r ) 

(cm-') : 3 3 3 5, 3 3 1 7. 3 2 2 8. 3 1 5 3. 

306 0, 3025. 2960. 2917. 
2 8 6 7 

'H-NMR ( 4 0 0 MH2> SAXft 5) : P pm 

-5. 47 (s. 1H). 1. 53 (d. 3H). 1. 59 (d. 3H). 2 
29 (d, 3H). 2. 45 (s. 3H). 2. 79 (m. 1H). 2. 93 
(m. 1H). 3. 80 (d. 1H). 4. 02 (m. 1H), 5. 15 (d. 
1H). 5. 19 (d. 1H). 5. 29 (m. 1H). 5. 43 (d. 1H) 
5. 58 (d. 1H), 6. 49 (d. 2H). 6. 9-7. 3 (m. 10H) 
7. 5 9 (d. 2 H) 

7C^#t>T 
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(CiiHs.Nj 0* Ru S) 

C H N Ru 

ItS:® (%) 61. 88 6. 02 4. 66 16. 80 

mmm c%) ei. 79 5. 94 4. 70 1 6. 5 6 

*!|{*=&Xia!g a B B i§?tlT«cJ:oTi5tilLA:<l:C6s «k < £#r£££jS*:t 

Hasp 7 5 - b 

RuH CCS, S) - p- TsNCH (C e H 5 ) CH (C 8 Hs ) NH 2 ) 
( v 6 - P - cymene) (bKDK- ((S, S) -N- p - h*x>xMiA 
-1, 2 - xi;Uf U > i>T I >) (ii 1 -p-->y»Af-7A)© 

SfcLfcRu C (S. S) -p-TsNCH CC« H 5 ) CH (C 6 H 5 ) NHD 
( v 8 - P -cymene) (((S. S ) - N - p - h J\>x. >X)U*-Jl>- 1 . 2- 
i>7iiAifl/> , ?75^) ( J7 6 -p -->y >) yU^-OA) 3 0 6. 2 m 
g(0. 5 mm o 1 ) £ h ^ > 7 m 1 £iD;SU 8 0 a t mtrlSi:! 1 

8«?HRi6S-tt-fc. /§M4Lfct, ft^* >T-*fcfr Lfe&. y?/-/UT 
S^H-f i>C«!:(cJ;*K 4 2 0 mgCD^-lx>-;fe©igS^^7to IR*«7 0%T 

HftSflJ 7 6 - a 

RuH CCS, S) - p-TsNCH (Ce H 5 ) CH (Ce H s ) NH, ) 
(»?• -mesitylene) (tK'JK-((S. S ) - N - p - h 

-1. 2-^7i-;Hf l/>^7;» C??' ->f- L/>) y|/-r— ffl 

Ru CCS, S) - p-TsNCH CC« H. ) CH CCc Hi) NH) Ct? 

6 -p-cymene) (CCS. S) -N-p-hAi>X**i*-l. 2 - 7 
xi*xfU>5>7;» ( 9 * - p - >) /l/fX7A) <nRt>*0 K^Jfcfll 

7 2tMLfcRu C (S, S) -p-TsNCH CC e H o ) CH CC H 5 

) NH) U 6 -mesitylene) ( ( CS, S) -N-p- h *i >X/l/# — * 
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- 1 . 2 - i!7x;;Uf l>>i?T i >) (i?" -/->fl/» ^fi9A) £ 
ffl^Tx HS60I7 5 - a tl^^lC^fpLTS 1 OON o. 1 3 ©f§f*£*#/c 0 iR 
3Mi6 0 %T**o^ 0 
Hfi£ffl7 6 - b 

RuH C CS. S) - p-TsNCH CC 6 H 5 ) CH CC 6 H 5 ) NH* 3 
C 7? 6 -mesitylene) CtKUK-((S. S ) - N - p - h )\>x- >XJl*-fr 
-1. 2 - i?7 z.—^s-f- V >>*7 $ >) Cj?" -y — CD 

RuCCS. S) -P-TsNCH CCb Hs ) CH CCe H 5 ) NHD C 77 
0 -p-cymene) CCCS, S) - N - p - h >xjl,7fr — A,- 1 , 2-v*7 
jl-JIx.^- U >s?t $ >) C 77 0 -p->^ >) il/f-H) ©tt=b<9 KHJgfFl] 
7 2f^LftRu C CS. S) - p-TsNCH CC e H 5 ) CH CC H 5 

) NH) C t> 6 -mesitylene) CCCS. S) -N-p- t-;l/x>x/b^-;l/ 
-1. 2-^7i;Ax^l/>i?7;» C T) 6 - t i/f- U ;l/-r^. *t> A) £ 
ffl^T. HJSCT7 5 - b £|5]#Kl£fPLT±iecDfg<*£m*:o lR^« 6 0 %T* 
5c 

IBttW 7 7 - a 

RuHCCS. S) -N-p-Ts - 1, 2 -cyclohexanediamtne] C 7? 0 - 
p-cymene) Ct K U K — CCS. S ) - N - p - h >Vx. > x ;U*.=.;U- 1 . 2 
- >^ n^\4--t7->v?T 5 >) Cr?° -p-W >) yl/x^-^A) ©£jj£ 

Ru CCS. S) - p- TsNCH CC 6 H 5 ) CH CC 6 H s ) NH] U 

6 -p-cymene) CCCS, S) -N-p - h;l/xvx;l/*x;b- 1, 2-^7 

7 3 T'^fiK IfcR u C CS. S) -N-p-Ts-1, 2 -cyclohexanediamin 
e) C t? fl - p - cymene) CCCS. S ) - N - p - h > xjI*-JI>- 1 . 
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(54) PROCESS FOR PREPARAT1NG OPTICALLY ACTIVE COMPOUNDS 



(57) The present invention relates to a novel, highly 
practical method for producing optically active com- 
pounds such as optically active alcohol and optically 
active amine useful for various utilities such as synthetic 
intermediates of drugs, liquid crystal materials, and opti- 
cal resolution agents, comprising hydrogen transfer- 
type asymmetric reduction in the presence of a transi- 
tion metal catalyst and an optically active nitrogen-con- 
taining, compound or a transition metal catalyst with an 
optically active nitrogen-containing compound as the 
asymmetric ligand, and a hydrogen-donating organic or 
inorganic compound. 

In accordance with the present invention, charac- 



teristically, an optically active secondary alcohol can be 
recovered through the hydrogen transfer-type oxidation 
from racemic secondary alcohol or meso-type diol. 
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Description 

Technical Field 

[0001] The present invention relates to a method for producing optically active compounds such as optically active 
alcohols and optically active amines. More specifically, the present invention relates to a novel, highly practical method 
for producing optically active compounds useful for various utilities such as intermediates for synthesizing pharmaceu- 
tical chemicals, liquid crystal materials and agents for optical resolution. 



70 Background Art 

[0002] VariOU*> mcuiuwa iui (jivaju^ii ly vpuuun; — v ;. . , . n „ 

for asymmetrically synthesis of optically active alcohol compounds, for example, the following methods have been 



[0002] Various methods for producing optically active compounds have been known conventionally. As the method 



known; 



15 



(1) a method by using enzymes such as baker's yeast; and _ . 

(2) a method for asymmetric hydrogenation of carbonyl compounds by using metal complex catalysts. For the 
method (2), in particular, a great number of examples of asymmetric catalytic reactions have been reported for 
example as follows; (1) an asymmetric hydrogenation of carbonyl compounds with functional groups, by means of 

20 optically active ruthenium catalysts, as described in detail in Asymmetric Catalysis in Organic Synthesis, Ed. R. 
Noyori., pp.56-82 (1994); (2) a method through hydrogen transfer-type reduction by means of chiral complex cata- 
lysts of ruthenium, rhodium or iridium, as described in Chem. Rev., Vol. 92, pp.1051-1069 (1992); 

(3) a process of asymmetric hydrogenation tartaric acid by means of a modified nickel catalyst with tartaric acid as 
described in Oil Chemistry, pp.882-831 (1980) and Advances in Catalysis, Vol.32, pp.215 (1983), Ed. Y. Izumi; (4) 

25 an asymmetric hydrosilylation method, as described in Asymmetric Synthesis, Vol. 5. Chap. 4 (1985), Ed. J. D. Mor- 
rison and J. Organomet. Chem. Vol.346, pp.413-424 (1 988); and (5) a borane reduction process in the presence of 
chiral ligands. as described J. Chem. Soc, PerWn Trans.1 , pp.2039-2044 (1985) and J. Am. Chem. Soc, Vol.109, 
pp. 5551-5553(1987). 

30 [0003] By the conventional method by means of enzymes, however, alcohols can be recovered at a relatively high 
optical purity but the reaction substrate therefor is limited and the absolute configuration in the resulting alcohols is lim- 
ited to specif ic one. By the asymmetric hydrogenation method by means of transition metal complex catalysts, optically 
active alcohols can be produced at a high selectivity, but a pressure-resistant reactor is required therefor because 
hydrogen gas is used as the hydrogen source, which is disadvantageous in terms of operational difficulty and safety. 

35 Furthermore, the method through such asymmetric hydrogen transfer-type reduction by using conventional metal com- 
plex catalysts is limited in that the method requires reaction conditions under heating and the reaction selectivity is 
insufficient, disadvantageously in practical sense. 

[0004] Accordingly, it has been desired conventionally that a new. very general method for synthesizing optically 
active alcohols by using a highly active and highly selective catalyst with no use of hydrogen gas be achieved. 

40 [0005] But no highly efficient and highly selective method for producing such secondary alcohols through asymmetric 
synthetic reaction by using catalysts similar to those described above has been established yet. 
[0006] As to the optically active secondary alcohols, a method for synthesizing optically active secondary alcohols via 
optical resolution of racemic secondary alcohols has been known for some reaction substrate which can hardly be 
reduced, although an excellent optical purity is hardly attained (Asymmetric Catalysis in Organic Synthesis, Ed. R. Noy- 

45 ori) Because hydrogen transfer-type reduction is a reversible reaction according to the method, dehydrogenation-type 
oxidation as its adverse reaction is used according to the method. Therefore, the method is called as kinetic optical res- 
olution method. According to the method, however, no process of producing optically active secondary alcohols with 
catalysts at a high efficiency has been reported yet. 

[0007] As the method for synthetically producing optically active amine compounds, furthermore, a process of opti- 
so cally resolving once produced racemic compounds by using optically active acids and a process through asymmetric 
synthetic reaction have been known. By the optical resolution process, however, optically active acids should be used 
at an equal amount or more to amine compounds disadvantageously and complex procedures such as crystallization 
separation and purification are required so as to recover optically active amine compounds. As the method through 
asymmetric synthesis, alternatively, the following processes have been known; (1) an enzymatic process; (2) a process 
55 by using metal hydride compounds; and (3) a process of asymmetric hydrogenation by using metal complex catalysts. 
As to the process by using metal hydride compounds as described above in (2), a great number of reports have been 
issued about a process of asymmetrically reducing carbon-nitrogen multiple bonds by using metal hydrides with chiral 
modifiers As a general process thereof, for example, it has been known a stoichiometric reduction process of imine 
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compounds and oxime compounds by using a metal hydrides with an optically active ligand. as described in Compre- 
hensive Organic Synthesis, EdS. B.M. Trost and I. Flemming, Vol.8, p.25 (1991), Organic Preparation and Procedures 
Inc. O. Zhu, R. O. Hutchins, and M. K. Huchins, Vol.26(2) f pp.193-235 (1994) and Japanese Patent Laid-open No. 2- 
31 1446. The process includes a number of processes with excellent reaction selectivity, but these processes are dis- 

5 advantageous because that these processes require the use of a reaction agent at an equivalent weight or more to a 
reaction substrate, along with neutralization treatment after the reaction and additionally in that these processes require 
laborious purification procedures to recover optically active substances. As the process of asymmetric hydrogenation 
of carbon-nitrogen multiple bonds by using metal complex catalysts as the method (3), it has been known an asymmet- 
ric hydrogenation process of imine compounds with functional groups, by means of optically active metal complex cat- 

10 alysts. as described in Asymmetric Catalysis in Organic Synthesis, pp.82 -85 (1 994), Ed. R. Noyori. But the process has 
a drawback in terms of reaction velocity and selectivity. 

[0008] By the method by using enzymes as the method (1), furthermore, amines at a relatively high optical purity can 
be recovered, but the reaction substrates are limited and the resulting amines have only specific absolute configura- 
tions. Furthermore, at a process of asymmetric hydrogenation by means of complex catalysts of transition metals using 
15 hydrogen gas, optically active amines have not yet been recovered at a high selectivity or pressure-resistant reactors 
are essentially required because hydrogen gas is used as the hydrogen source. Hence, such process is disadvanta- 
geous because of technically difficult operation and safety problems. 

[0009] Accordingly, it has been demanded that a novel method for synthesizing an optically active amine by using a 
very common, highly active and highly selective catalyst be realized. 

20 [0010] Alternatively, a great number of transition metal complexes have been used conventionally as catalysts for 
organic metal reactions; particularly because rare metal complexes are highly active and stable with the resultant ready 
handleability despite of high cost, synthetic reactions using the complexes have been developed. The progress of such 
asymmetric synthetic reactions using chirat complex catalysts is innovative, and a great number of reports have been 
issued, reporting that highly efficient organic synthetic reactions have been realized. 

25 [0011] Among them, a great number of asymmetric reactions using chiral complexes catalysts with optically active 
phosphine ligands as the catalysts therefor have already been developed, and some of them have been applied indus- 
trially (Asymmetric Catalysis in Organic Synthesis, Ed. R. Noyori). 

[0012] As complexes of optically active nitrogen compounds coordinated with transition metals such as ruthenium, 
rhodium and iridium, a great number of such complexes additionally having excellent properties as catalysts for asym- 
30 metric synthetic action have been known. So as to enhance the properties of these catalysts, a great number of prop- 
ositions concerning the use of optically active nitrogen compounds of specific structures have been done (Chem. Rev. 
, Vol.92, pp.1051-1069 (1992)). 

[001 3] For example, reports have been issued about (1) optically active 1 ,2-diphenytethylenediamines and rhodium- 
diamine complexes with ligands of cyclohexanediamines, as described in Tetrahedron Asymmetry, Vol.6, pp. 705-71 8 

35 (1 995); (2) ruthenium-imide complex with ligands of optically active bisaryliminocyclohexanes, as described in Tetrahe- 
dron, Vol.50, pp. 4347-4354 (1994); (3) iridium-pyridine complex with ligands of pyridines, as described in Japanese Pat- 
ent Laid-open Nos. 62-281861 and 63-119465; (4) optically active 1 ,2-diphenylethylenediamines or iridium-diamine 
complex with ligands of cyclohexanediamines, as described in Japanese Patent Laid-open No. 62-273990; (5) ruthe- 
nium-diamine complex of RuCI[p-TsNCH(C 6 H5)CH(C 6 H5)NH2] (arene) (chloro-(N-p-toluenesulf6nyl-1,2-diphenylethyl- 

40 en ediamine) (arene) ruthenium) (arene represents benzene which may or may not have a substituent), which is 
produced by coordinating ruthenium with optically active N-p-toluenesulfonyl-1 ,2-diphenyl ethyl enedi amine [referred to 
as "p-TsNHCHfCeHsJCHfCeHsJNhV hereinabove and below], as described in J. Am. Chem. Soc., Vol.117, pp.7562- 
7563(1995); J. Am. Chem. Soc., Vol.1 18, pp.2521-2522 (1996) and J. Am. Chem. Soc.. Vol.1 18^ pp.4916-491 7 (1996). 
[0014] Even if these complexes are used, however, problems currently remain to be overcome for practical use. 

45 including insufficient catalyst activities, sustainability and optical purities, depending on the subjective reactions and 
reaction substrates. 

Disclosure of Invention 

so [0015] So as to overcome the aforementioned problems, the present invention is to provide a method for producing 
optically active compounds, comprising subjecting a compound represented by the following formula (I); 
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R a . 
R b 




(I) 



J5 



(wherein Ra and Rb independently represent a linear or cyclic hydrocarbon group or heterocyclic group wh.ch may or 
may not have a substituent; Wl represents oxygen atom. N-H, N-Rc. N-OH or N-O-Rd; and Rc and Rd represent the 
same hydrocarbon group or heterocyclic group as described above) „„„,„„« n ^ 
to transfer-type asymmetric reduction in the presence of a transition metal complex and an optically active nrtrogen-con- 
taining compound or a transition metal complex with an optically active nitrogen-containing compound as an asymmet- 
ric ligand, along with a hydrogen-donating organic or inorganic compound, to produce an optically actwe compound 
represented by the following formula (II); 



X Wjj do 

25 (wherein W 2 represents OH. NH 2 . NH-Rc. NH-OH or NH-O-Rd; and Ra. Rb. Rc and Rd independently represent the 
same as those described above). 

[001 6] Additionally, the present invention is to provide a method for producing an optically active alcohol according to 
the aforementioned method, comprising asymmetrically reducing a carbonyl compound represented by the following 
formula (III); 

30 

o 

R — C— R din 

35 



(wherein R 1 represents an aromatic hydrocarbon group, a saturated or unsaturated aliphatic hydrocarbon group or 
cyclic aliphatic hydrocarbon group, which may or may not have a substituent. or a heterocyclic group which may or may 
not have a substituent and contains hetero atoms such as nitrogen, oxygen, sulfur atoms and the like as atoms com- 
posing the ring; R 2 represents hydrogen atom, a saturated or unsaturated aliphatic hydrocarbon group or cyclic 
aliphatic hydrocarbon group which may or may not have a substituent. or an aromatic hydrocarbon group, or the same 
heterocyclic group as described above; and R 1 and R 2 may satisfactorily be bonded together to form a ring), 
to produce an optically active alcohol represented by the following formula (IV); 



45 



SO 



OH 
I 

O 
I 

H 



1 ' 2 

R — C— R (IV) 



(wherein R 1 and R 2 are the same as described above). 
55 [0017] Furthermore, the present invention is to provide a method for producing an optically actwe amine, compns.ng 
asymmetrically reducing an imine compound represented by the following formula (V); 
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s ll (V) 



(wherein represents an aromatic hydrocarbon group, a saturated or unsaturated aliphatic hydrocarbon group or 
10 cyclic aliphatic hydrocarbon group, which may or may not have a substituent, or a heterocyclic group which may or may 
not have a srbstituent and contains hetero atoms such as nitrogen, oxygen, sulfur atoms and the tike as atoms com- 
- posing tine ring; R 4 represents hydrogen atom, a saturated or unsaturated aliphatic hydrocarbon group or cyclic 
aliphatic hydrocarbon group which may or may not have a substituent. or an aromatic hydrocarbon group, or the same 
heterocyclic group as described above; R 5 represents hydrogen atom, or a saturated or unsaturated aliphatic hydrocar- 
75 bon group or cyclic aliphatic hydrocarbon group, which may or may not have a substituent, or an aromatic hydrocarbon 
group, or the same heterocyclic group as described above, or the hydrocarbon group or heterocyclic group bonded 
together via hydroxyl group or oxygen atom; and R 3 and R 4 R 3 and R 5 or R 4 and R 5 , are bonded together to form a 

to produce optically active amines represented by the following formula (VI); 



20 



NHR 5 



I (VI) 

R 3 ^R< 



35 



40 



(wherein R 3 , R 4 and R 5 are the same as described above). 

[001 8] Still furthermore, the present invention is to provide a method for producing optically active secondary alcohols, 
comprising subjecting racemic secondary alcohols or meso-type diols to hydrogen transfer reaction by using a catalyst 
of an optically active ruthenium-diamine complex represented by the following general formula (VII); 

R 03 
_01 | 

/ \ H„ 

R 04 H„ 



45 

(wherein * represents an asymmetric carbon atom; R 01 and R 02 are the same or different, independently representing 
alkyl group, or phenyl group or cycloalkyl group which may or may not have an alkyl group; or R 01 and R 02 together form 
an alicyclic ring unsubstituted or substituted with an alkyl group; R 03 represents methanesuifbnyl group, trifluorometh- 
anesulfbnyl group, naphthylsulfonyl group, camphor sulfonyi group, or benzenesulfonyl group which may or may not be 
50 substituted with an alkyl group, an alkoxyl group or halogen atom, alkoxycarbonyl group, or benzoyl group which may 
or may not be substituted with an alkyl group; R 04 represents hydrogen atom or alkyl group; X represents an aromatic 
compound which may or may not be substituted with an alkyl group; and m and n together represent 0 or 1). 

Best Mode for Carrying out the Invention 

55 

[001 9] In accordance with the present invention, the characteristic methods for producing optically active compounds 
and catalysts therefor as described above are provided. Hie detail is described below. 

[0020] Firstly, the method for producing an optically active alcohol of the general formula (0 wherein Wj is oxygen 
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atom and of the general formula (II) wherein R 2 is OH (hydroxyl group) is described. In the formulas (I) and (II), Ra and 
Rb independently represent a linear or cyclic hydrocarbon or heterocyclic group which may or may not have a substit- 
uent, and the carbonyl compound represented by Ra, Rb and W A (oxygen atom) are represented by the following for- 
mula (III) as described above, and the optically active alcohol compound produced by the hydrogen transfer-type 
asymmetric reduction of the carbonyl compound represented by the formula (III) may satisfactorily be represented by 
the formula (IV). 

o 

R 1 — C— R 2 (HI) 



OH 

» R 1 — C-.R 3 (lv) 



20 

[0021] Herein, R 1 represents a monocyclic or polycyclic aromatic hydrocarbon group, a saturated or unsaturated 
aliphatic hydrocarbon group or cyclic aliphatic hydrocarbon group, which may or may not have a substituent, or a hete- 
rocyclic group which may or may not have a substituent and contains hetero atoms such as nitrogen, oxygen, sulfur 
atoms and the like as atoms composing the ring. The cyclic aliphatic hydrocarbon group and heterocyclic group may 

25 satisfactorily be monocyclic or polycyclic like the aromatic hydrocarbon group. The cyclic hydrocarbon (aromatic or ali- 
cyclic) and the heterocyclic groups are of condensed series or non-condensed series if they are polycyclic. 
[0022] For example, R 1 specifically includes aromatic monocyclic or polycyclic groups such as phenyl group, 2-meth- 
ylphenyl, 2-ethylphenyl, 2-isopropytphenyl, 2-tert-butylphenyl, 2-methoxyphenyl, 2-chlorophenyl, 2-vinylphenyl, 3-meth- 
ylphenyl, 3-ethylphenyl, 3 -isopropyl phenyl, 3-methoxyphenyl, 3-chlorophenyl, 3-vinylphenyl, 4-methylphenyl, 4- 

30 ethylphenyl, 4-isopropylphenyl, 4-tert-butylphenyl, 4-vinylphenyl, cumenyl (cumyl), mesrtyl, xylyl. 1-naphthyl, 2-naph- 
thyl, anthryl, phenanthryl, and indenyl; hetero monocyclic or polycyclic groups such as thienyi, furyl, pyranyl, xanthenyl, 
pyridyl, pyrrolyl, imidazolynyl, indolyl, carbazoyl, and phenarrthronylyl; and ferrocenyl group. 

[0023] Like these examples, the compound may satisfactorily have various substituents as the substituent, which may 
be hydrocarbon groups such as alkyl, alkenyl, cycloalkyl and cycloalkenyl; halogen atoms; oxygen-containing groups 

35 such as alkoxy group, carboxyl group and ester group; nitro group; amino group and the like. 

[0024] Alternatively, R 2 represents hydrogen atom, a saturated or unsaturated aliphatic hydrocarbon group or cyclic 
aliphatic hydrocarbon group which may or may not have a substituent or an aromatic hydrocarbon group, or the same 
heterocyclic group containing hetero atoms, as described above. These are for example alkyl groups such as methyl, 
ethyl, propyl, butyl, pentyl, hexyl and heptyl; cycloalkyl groups such as cyclopropyl, cyclobutyl, cydopentyl and 

40 cyclohexyl; unsaturated hydrocarbon such as vinyl and allyl; and the same as those for R 1 . Furthermore, R 2 may satis- 
factorily include derivatives of p -keto acid with a functional group at position p. When R 1 and R 2 are bonded together 
to form a ring, R 2 is for example a saturated or unsaturated alicyclic group to form cyclic ketones, such as cyclopen- 
tanone, cyclohexanone, cycloheptane, cyclopentenone, cyclohexenone, and cycloheptenone; and saturated and 
unsaturated alicyclic groups with a linear or cyclic hydrocarbon substituent group containing alkyl group, aryl group, 

45 unsaturated alkyl group and hetero atom on individual carbons. 

[0025] According to the method for producing optically active alcohol compounds through asymmetric reduction of 
carbonyl compounds, an asymmetric reduction catalyst system of a transition metal complex and an optically active 
nitrogen-containing compound is used for the asymmetric reduction. 

[0026] As the metal catalyst, then, use is made of various transition metals because they have ligands; particularly 
so preferably, use is made of a transition metal complex represented by the following general formula (a); 

MXmLn (a) 

(wherein M represents transition metals of group VIII, such as iron, cobalt, nickel, ruthenium, rhodium, iridium, osmium. 
55 palladium and platinum; X represents hydrogen, halogen atom, carboxyl group, hydroxy group and alkoxy group and 
the like; L represents neutral ligands such as aromatic compounds and olefin compounds; and m and n represent an 
integer). As the transition metals in these transition metal catalysts, ruthenium is one of preferable examples. 
[0027] When the neutral ligands are aromatic compounds, a monocyclic aromatic compound represented by the fbl- 
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lowing general formula (b) can be illustrated. Herein, R°'s are all the same or different substituerrt groups, including 
hydrogen atom, a saturated or unsaturated hydrocarbon group, ally! group or a functional group containing hetero 
atoms. For example. R° includes alkyl groups such as methyl, ethyl, propyl, isopropyl, butyl, t-butyl. pentyl. hexyl, and 
heptyl; cycloalkyl groups such as cyclopropyl, cyclobutyl, cyclopentyl, and cyclohexyl; groups of unsaturated hydrocar- 
5 bons such as benzyl, vinyl, and allyl; functional groups containing hetero atoms, such as hydroxy! group, alkoxy group, 
and alkoxy carbonyi group. The number of the substituents R°'s is an appropriate number of 1 to 6, and the substituents 
can occupy any position. 



70 



75 




(b) 



20 

[0028] The transition metal catalysts of the group VIII and the like are used to an amount variable, depending on the 
size, mode and economy of the reactor, but the catalysts may satisfactorily be used within a molar ratio range of approx- 
imately 1/100 to 1/100,000, preferably 1/500 to 1/5,000 to the reaction substrate carbonyi compound. 
25 [0029] In accordance with the present invention, use is made of optically active nitrogen-containing compounds in the 
asymmetric catalyst system, and it is possibly assumed that the compounds are present as asymmetric ligands to the 
transition metal complexes or serve as such. For more easily understandable expression, such optically active nitrogen- 
containing compounds may also be illustrated as "optically active amine compounds". The optically active amine com- 
pounds are optically active diamine compounds represented by the following general formula (c); 

30 



(c) 




40 (wherein R 9 , R 10 , R 15 and R 16 are independently hydrogen, a saturated or unsaturated hydrocarbon group, urethane 
group or sulfonyl group; R 11 . R 12 , R 13 and R 14 are the same or different so that the carbon bonded with these substit- 
uent groups might occupy the asymmetric center, including hydrogen atom, an aromatic group, a saturated or unsatu- 
rated aliphatic hydrocarbon group or cyclic aliphatic hydrocarbon group; even in this case, the aromatic or cyclic 
aliphatic group may be monocyclic or polycyclic; the polycyclic aromatic group is any of condensed series or non-con- 

45 densed series; and furthermore, any one of R 11 and R 12 and any one of R 13 and R 14 are bonded together to form a 
ring. For example, such compounds include optically active diamine compounds such as optically active 1 ,2-diphe- 
nylethylenediamine, 1 ,2-cyclohexanediamine. 1 ,2-cycloheptanediamine, 2,3-dimethylbutanediamine, 1 -methyl-2,2- 
diphenylethylenediamine, 1-isobutyl-2,2-diphenylethylenediamihe, 1-isopropyl-2,2-diphenylethylenediamine, 1-methyl- 
2,2-di(p-methoxyphenyl)ethylenediamine. 1 -isobutyl-2,2-di(p-methoowhenyl)ethylenediamine, 1 -isopropyl-2,2-di(p- 

so methoxyphenyljethylenediamine, 1-benzyl-2.2-di(p-methoxyphenyl)ethylenediamine, 1 -methyl-2,2-dinaphthyldiamine, 
1 -isobutyl-2,2-dinaphthylethylenediamine, 1 -isopropyl-2,2<Jinaphthylethylenediamine and the like. 
[0030] Additionally, optically active diamine compounds wherein any one or two of substituents R 9 through R 15 are 
sulfonyl group, acyl group or urethane group are illustrated. Preferably, furthermore, use may be made of optically active 
diamine compounds with one sulfonyl group. Furthermore, the optically active diamine (compounds) for potential use 

55 are not limited to the illustrated optically active ethylenediamine derivatives, and use may be made of optically active 
propanediamine. butanediamine, and phenylenediamine derivatives. 

[0031] As the optically active amine compounds, use is made of optically active amino alcohol compounds repre- 
sented by the following genera) formula (d). 
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Cd) 



[0032] Herein, at least one of R 17 and R 18 is hydrogen atom, and the remaining one is hydrogen atom, a saturated 
or unsaturated hydrocarbon group, urethane group or sulfonyl group; R 19 , R 20 , R 21 and R 22 are the same or different 
so that the carbon bonded with these substituent groups might occupy the asymmetric center, including hydrogen atom, 
a monocyclic or polycyclic aromatic group, a saturated or unsaturated aliphatic hydrocarbon group, and a cyclic 
aliphatic hydrocarbon group; R 23 represents hydrogen atom, a monocyclic or polycyclic aromatic group, a saturated or 
unsaturated aliphatic hydrocarbon group and cyclic aliphatic hydrocarbon group. Furthermore, any one of R and R 
and any one of R 21 and R 22 may satisfactorily be bonded together to form a ring. Additionally, any one of R and R 
and any one of R 20 and R 21 may satisfactorily be bonded together to form a ring. More specifically, use may satisfacto- 
rily be made of optically active amino-alcohols shown in the examples described below. 

[0033] As the optically active amine compounds, furthermore, use may be made of aminophosphine compounds rep- 
resented by the following general formula (e); 



[0034] Herein, R 24 and R 25 are hydrogen atom, a saturated or unsaturated hydrocarbon group, urethane group, sul- 
fonyl group and acyl group; (CR 2 26 ) n are the same or different so that the carbon bonded with these substituent groups 
might occupy the asymmetric center, including hydrogen atom, a monocyclic or polycyclic aromatic group, a saturated 
or unsaturated hydrocarbon group, and a cyclic hydrocarbon group; R 27 and R 28 represent hydrogen atom, and a sat- 
urated or unsaturated hydrocarbon group. More specifically, use may be made of the optically active aminophosphines 
shown in the examples. 

[0035] The optically active amine compounds as illustrated above are generally used for example at an amount at 
approximately 0.5 to 20 equivalents, and preferably used for example within a range of 1 to 4 equivalents, to the transi- 
tion metal complex. 

[0036] In the aforementioned catalyst system to be used for the method for producing optically active alcohols through 
asymmetric reduction of carbonyl compounds, advantageously, an additional basic substance is advantageously 
present currently. 

[0037] Such basic substance includes for example metal salts or quaternary ammonium compounds represented by 
the following formula (f); 



(wherein M 1 represents an alkali metal or alkali earth metal; and Y represents hydroxy group, alkoxy group, mercapto 
group and naphthyl group). More specifically, M 1 includes KOH, KOCH 3 , KOCH(CH 3 ) 2 , KOC(CH 3 ) 3 , KC 10 H 8 , LiOH, 
LiOCH 3 , LiOCH(CH 3 ) 2 , LiOC(CH 3 ) 3 , NaOH, NaOCH 3 , NaOCH(CH 3 ) 2 . NaC 10 H 8 , NaOC(CH 3 ) 3 and the like. Further- 
more, quaternary ammonium salts may be used satisfactorily. 

[0038] The amount of the base to be used is generally about 0.5 to 50 equivalents, preferably 2 to 10 equivalents to 
the transition metal complex. 

[0039] As has been described above, the basic substance is used for smoothly progressing the asymmetric reduction. 
Therefore, the base is an important component so as to give optically active alcohol compounds with a high optical 




M 1 Y 
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purity. 

[0040] For the method for producing optically active alcohol compounds through hydrogen transfer-type asymmetric 
reduction in accordance with the present invention, it is inevitable to use hydrogen-donating organic or inorganic com- 
pounds. By these are meant compounds capable of donating hydrogen via thermal action or catalytic action, and the 

5 types of such hydrogen-donating compounds are not specifically limited, but preferably include alcohol compounds 
such as methanol, ethanol, 1-propanc4. 2-propanol, butanol, and benzyl alcohol; formic acid and salts thereof, for exam- 
ple those in combination with amines; an unsaturated hydrocarbon and heterocyclic compounds having in part a satu- 
rated carbon bond, such as tetralin and decalin; hydroquinone or phosphorous acid or the like. Among them, alcohol 
compounds are preferable, and 2-propanol and formic acid are more preferable. The amount of an organic compound 

w to be used and function as a hydrogen source is determined on the basis of the solubility and economy of the reaction 
substrate. Generally, the substrate concentration may be about 0.1 to 30 % by weight for some type of substrates, but 
preferably, the concentration is 0.1 to 10 % by weight. When using formic acid and a combination of formic acid with 
amine as a hydrogen source, no solvent is necessarily used. If any solvent is intentionally used, use is made of aromatic 
compounds such as toluene and xylene; halogen compounds such as dichloromethane, organic compounds such as 

is DMSO, DMF or acetonitrile. 

[0041] According to the method for producing optically active alcohol compounds in accordance with the present 
invention, hydrogen pressure is essentially not required, but depending on the reaction conditions, hydrogen pressure 
may satisfactorily be loaded. Even if hydrogen pressure is loaded, the pressure may satisfactorily be about 1 atom, to 
several atm. because the catalyst system is extremely highly active. 

20 [0042] The reaction temperature is about -20 °C to 1 00 °C from the economical standpoint. More practically, the reac- 
tion can be carried out around room temperature of 25 to 40 °C. The reaction time varies, depending on the reaction 
conditions such as the concentration of a reaction substrate, temperature and pressure, but the reaction is on comple- 
tion from several minutes to 1 00 hours. 

[0043] For use, the metal complex is preliminarily mixed with an optically active amine compound as an optically 
25 active nitrogen-containing compound, but a chiral metal complex may be synthesized preliminarily by the following 
method, and the resulting complex may be used. 

[0044] More specifically, the method comprises adding an optically active amine compound, a transition metal com- 
plex and a complex into for example alcohol, and subsequently heating the resulting mixture in an inactive gas under 
agitation. Then, the resulting solution is cooled and treated under reduced pressure, prior to recrystattization, to prepare 

30 an asymmetric complex catalyst. 

[0045] Together with the method for producing optically active alcohol compounds as described above, the present 
invention is to provide a method for producing optically active amine compounds represented by the general formula (II) 
as described above, wherein W 1 is OH, NH 2 . NH-Rc, NH-OH or NH-O-Rd, comprising asymmetric reduction by using 
an imine compound represented by the general formula (I) wherein W 1 is NH, N-Rc, N-OH or N-O-Rd (Rc and Rd inde- 

35 pendently represent a linear or cyclic hydrocarbon group which may or may not have a substituent, or a heterocyclic 
group). 

[0046] More specifically, for example, the present invention is to provide a method for producing an optically active 
amine compound of the following formula (VI), comprising asymmetric reduction of an imine compound of the following 
formula (V). 



40 



45 



50 



X 



8-^p4 (V) 



NHR 5 



(VI) 



55 [0047] Herein, R 3 and R 4 are almost the same as those in the case of the carbonyl compounds and the optically active 
alcohol compounds of the formulas (III) and (IV). respectively. 

[0048] For example, R 3 is an aromatic monocyclic or polycyclic hydrocarbon group, unsubstituted or substituted, a 
saturated or unsaturated aliphatic hydrocarbon group or cyclic hydrocarbon group, unsubstituted or substituted, or a 
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hetero monocyclic or polycyclic group containing hetero atoms such as nitrogen, oxygen, sulfur atoms and the like; 
more specifically, R 3 includes aromatic monocyclic or polycyclic hydrocarbon groups such as phenyl group, 2-methy- 
phenyl, 2-ethylphenyl, 2-isopropylphenyl, 2-tert-butyiphenyt, 2-methoxyphenyl, 2-chlorophenyl, 2-vinylphenyl, 3-methyl- 
phenyl, 3-ethylphenyl, 3-isopropylphenyl, 3-methoxyphenyl, 3-ch!orophenyl, 3-vinylphenyl, 4-methyphenyl, 4- 

5 ethylphenyl, 4-isopropyiphenyl, 4-tert-butylphenyl, 4-viny!phenyl, cumenyl, mesityl, xylyl, 1-naphthyl, 2-naphthyl, 
anthryl, phenanthryl, and indenyl groups; hetero monocyclic or polycyclic groups such as thienyl, furyl, pyranyl, xanthe- 
nyl, pyridyl, pyrrolyl, imidazolyl, indolyl, carbazoyl, and phenanthronylyl; and ferrocenyl group. Like these examples, R 3 
may contain any of various substituents, which may satisfactorily be hydrocarbon groups such as alkyl, alkenyl, 
cycloalkyl, and cycloalkenyl; halogen atom; oxygen-containing groups such as alkoxy group, carbcxyl group and ester 

10 group; nitro group; cyano group and the like. 

[0049] Furthermore, R 4 represents hydrogen atom, a saturated or unsaturated hydrocarbon group, aryl group, hetero 
atom-containing functional groups, including for example alkyl groups such as methyl, ethyl, propyl, butyl, pentyl, hexyl, 
and heptyl; cycloalkyl groups such as cyclopropyl, cyclobutyl, cyclopentyl, and cyclohexyl; unsaturated hydrocarbons 
such as vinyl and allyl; and the same as those for R1. Additionally, R 5 represents hydrogen atom, a saturated and 

75 unsaturated hydrocarbon group, aryl group, a hetero atom-containing heterocyclic group, or the hydrocarbon group or 
heterocyclic group bonded together via hydroxyl group or oxygen atom, including for example alkyi groups such as 
methyl, ethyl, propyl, butyl, pentyl, hexyl and heptyl; cycloalkyl groups such as cyclopropyl, cyclobutyl, cyclopentyl, and 
cyclohexyl; unsaturated hydrocarbon groups such as benzyl, vinyl and allyl; hydroxy! group; alkyl ether groups; aryl 
ether groups; and the like. Furthermore, a saturated or unsaturated cyclic imine compound formed by bonding together 

20 R 3 and R 4 , R 3 and R 5 or R 4 and R 5 , is illustrated. 

[0050] Non-cyclic imine compounds can be synthesized readily from the corresponding ketones and amines. In this 
case, the syn-form and anti-form or a mixture enriched with either one of these syn- and anti-forms may be used satis- 
factorily, but a purified product of the mixture may be used singly or a mixture thereof with another imine compound may 
also be used. 

25 [0051] Even by the method for producing optically active amine compounds, like the method for producing optically 
active alcohol compounds, use is made of an asymmetric reduction catalyst composed of a transition metal complex 
and an optically active nitrogen-containing compound. In the transition metal complex among them, various transition 
metals with ligands are used, and particularly preferably, use is made of those similar to a transition metal complex rep- 
resented by the general formula (a); 



(where in M is a transition metal of group VIII, such as iron, cobalt, nickel, ruthenium, rhodium, iridium, osmium, palla- 
dium and platinum; X represents hydrogen, halogen atom, carboxyl group, hydroxy group and alkoxy group and the like; 
35 L represents neutral ligands such as aromatic compounds and olefin compounds; m and n represent an integer). The 
transition metal in the transition metal complex is preferably rare metal, and specifically, ruthenium is one of preferable 
examples. 

[0052] Like the method for producing optically active alcohols, a monocyclic aromatic compound represented by the 
general formula (b) is illustrated for the aromatic compound as the neutral ligand. Herein, R°'s are the same or different 

40 substituent groups, representing hydrogen atom, a saturated or unsaturated hydrocarbon group, aryl group, and func- 
tional groups containing hetero atoms, for example alkyl groups such as methyl, ethyl, propyl, isopropyl, butyl, t-butyl, 
pentyl, hexyl, and heptyl; cycloalkyl groups such as cyclopropyl, cyclobutyl, cyclopentyl and cyclohexyl; unsaturated 
hydrocarbon groups such as benzyl, vinyl, and allyl; hetero atom-containing functional groups such as hydroxyl group, 
alkoxy group and alkoxycarbonyl group. The number of the substituents R 0, s is an optional number of 1 to 6, and the 

45 substituents each can occupy any position. 



30 



MXmLn 



(a) 



50 
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(b) 
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[0053] The transition metal catalysts are used at an amount variable, depending on the size, mode and economy of 
the reactor, but the catalysts may satisfactorily be used within a molar ratio range of approximately 1/100 to 1/100,000, 
preferably 1/200 to 1/5,000 to the reaction substrate imine compound. 

[0054] According to the method for producing optically active amine compounds in accordance with the present inven- 
tion, additionally, use is made of optically active nitrogen-containing compounds in the asymmetric catalyst system, and 
it is possibly assumed that the compounds may be present as asymmetric ligands in the transition metal complexes or 
may serve as such. For more easily understandable expression, such optically active nitrogen-containing compounds 
are illustrated as "optically active amine compounds". As described above, the optically active amine compounds are 
optically active diamine compounds represented for example by the following general formula (c); 

R n R n R 1 * 



'~ °\ ( c ) 



(wherein R 9 . R 10 , R 15 , and R 16 are independently hydrogen, a saturated or unsaturated hydrocarbon group, urethane 
group or sulfonyt group; R 11 . R 12 . R 13 and R 14 are the same or different so that the carbon bonded with these substit- 
uent groups might occupy the asymmetric center, including hydrogen atom, aromatic monocyclic and poiycyclic groups, 
a saturated or unsaturated hydrocarbon group or cyclic hydrocarbon group; even in this case, the aromatic, or cyclic, or 
cyclic aliphatic group may be monocyclic or poiycyclic; the poiycyclic aromatic group is any of condensed series or non- 
condensed series; and furthermore, any one of R 11 and R 12 may satisfactorily form a ring. For example, such com- 
pounds include optically active diamine compounds such as optically active 1 ,2-diphenylethylenediamine, 1.2- 
cyclohexanediamine. 1 ,2-cycloheptanediamine, 2,3-dimethylbutanediamine, 1 -methyl-2,2-dipheny1 ethyl enediamine, 1- 
isobutyl-2,2-diphenyIethylenediamine, 1 -isopropyl-2,2-diphenylethylenediamine, 1 -methyl-2,2-di(p-methoxyphenyl)eth- 
ylenediamine, 1 -isobutyt-2,2-di(p-methoxyphenyl)ethylenediamine, 1 -isopropyl-2,2-di(p-methoxyphenyl)ethylenedi- 
amine, 1-benzyl-2,2-di(p-methoxyphenyl)ethylenediamine, 1 -methyl-2,2-dinaphthylethyl enediamine, 1-isobutyl-2,2- 
dinaphthylethylenediamine, 1-isopropyl-2,2-dinaphthylethylenediamine and the like. 

[0055] Additionally, optically active diamine compounds wherein any one or two of substituerrts R 9 through R 15 are 
surfonyl group, acyl group or urethane group may also be used. Preferably, furthermore, use may be made of optically 
active diamine compounds with one surfonyl group. Furthermore, optically active diamine (compounds) to be possibly 
used are not limited to the illustrated optically active ethyl enediamine derivatives, and use may be made of optically 
active propanediamine, butanediamine, and phenylenediamine derivatives. 

[0056] As the optically active amine compound, use is made of an optically active amino alcohol compound repre- 
sented by the following general formula (d); 



R w r 20 R 2 * 

A (d) 




R 23 



[0057] Herein, at least one of R 17 and R 19 is hydrogen atom, and the remaining one is hydrogen atom, a saturated 
or unsaturated hydrocarbon group, urethane group or surfonyl group; R 19 . R 20 , R 21 and R 22 are the same or different 
so that the carbon bonded with these substituerrt groups might occupy the asymmetric center, including hydrogen atom, 
an aromatic monocyclic or poiycyclic group, a saturated or unsaturated hydrocarbon group, or a cyclic hydrocarbon 
group; R 23 represents hydrogen atom, an aromatic monocyclic or poiycyclic group, a saturated or unsaturated hydro- 
carbon group and a cyclic hydrocarbon group. Furthermore, any one of R 19 and R 20 and any one of R 21 and R 22 may 
satisfactorily be bonded together to form a ring, or any one of R 17 and R 18 and any one of R 20 and R 21 may satisfactorily 
be bonded together to form a ring. More specifically, use is made of optically active amino alcohols shown in the exam- 
ples described below. 
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[0058] As the optically active amine compound, furthermore, use is made of aminophosphine compound represented 
by the following general formula (e). 



CcR^ rt 

R 24 R ZS R 17 rM 



[0059] Herein, R 24 and R 25 are hydrogen atom, a saturated or unsaturated hydrocarbon group, urethane group, sul- 
fonyl group and acyl group; (CR 2 26 ) n are the same or different so that the carbon bonded with these substituent groups 
might occupy the asymmetric center, including hydrogen atom, an aromatic monocyclic or polycyclic group, a saturated 
or unsaturated hydrocarbon group, and a cyclic hydrocarbon group; R 27 and R 28 represent hydrogen atom, a saturated 
or unsaturated hydrocarbon group, and allyl group. More specifically, use is made of the optically active aminophos- 
phines shown in the examples. 

[0060] The optically active amine compounds as illustrated above are used at an amount for example of approxi- 
mately 0.5 to 20 equivalents, and preferably within a range of 1 to 2 equivalents, to the transition metal complex. 
[0061 ] The transition metal catalyst to be used as the catalyst as described above and the optically active amine com- 
pound are essential components to progress the asymmetric reduction in a smooth manner thereby attaining a higher 
asymmetric yield, and amine compounds at a higher optical purity cannot be recovered at a sufficiently high reaction 
activity, if either one of the two is eliminated. 

[0062] For the method for producing optically active amines through hydrogen transfer-type asymmetric reduction in 
accordance with the present invention, the presence of a hydrogen-donating organic or inorganic compound is indis- 
pensable. These compounds mean compounds capable of donating hydrogen through thermal action or catalytic 
action, and the types of these hydrogen-donating compounds are not limited, but preferably include alcohol compounds 
such as methanol, ethanol, 1-propanol, 2-propanol, butanol, and benzyl alcohol; formic acid and salts thereof, such as 
those in combination with amines; unsaturated hydrocarbons and heterocyclic compounds having saturated carbon 
bonds in part, such as tetralin and decalin; hydroquinone or phosphorous acid or the like. Among them, alcohol com- 
pounds are preferable, and 2-propanol is more preferable. The amount of an organic acid to be used as a hydrogen 
source is determined, depending on the solubility and economy of the reaction substrate. Generally, the substrate is 
used at a concentration of approximately 0. 1 to 30 % by weight, depending on the type of the substrate to be used, and 
is preferably at a concentration of 0.1 to 1 0 % by weight. When using formic acid and a combination of formic acid with 
amine as a hydrogen source, no solvent is necessarily used, but use may satisfactorily be made of aromatic compounds 
such as toluene and xylene; halogen compounds such as dichloromethane, or organic compounds such as DMSO, 
DMF or acetonitrile. if it intended to use any solvent. 

[0063] Hydrogen pressure is essentially not required, but depending on the reaction conditions, hydrogen pressure 
may satisfactorily be loaded. Even if hydrogen pressure is loaded, the pressure may satisfactorily be about 1 atm to 50 
atm. 

[0064] The reaction temperature is about -20 °C to 100 °C from the economical standpoint. More practically, the reac- 
tion can be carried out around room temperature of 25 to 40 °C. The reaction time varies, depending on the reaction 
conditions such as the concentration of a reaction substrate, temperature and pressure, but the reaction is on comple- 
tion from several minutes to 100 hours. 

[0065] The metal complex to be used in accordance with the present invention is preliminarily mixed with an optically 
active amine compound, but an asymmetric metal complex may be preliminarily synthesized by the following method, 
and the resulting complex may be used. 

[0066] More specifically, for example, a method is illustrated, comprising suspending a ruthenium-arene complex, an 
optically active amine compound and triethylamine in 2-propanol, heating the resulting mixture in argon or nitrogen gas 
stream under agitation, and cooling then the resulting reaction mixture, from which the solvent is then removed, and re- 
crystallizing the resulting mixture in an alcohol solvent to prepare an asymmetric complex. 

[0067] The catalyst system to be used for the hydrogen transfer-type asymmetric reduction in accordance with the 
present invention is very characteristic and has never been known up to now. 

[0068] The optically active ruthenium-diamine complex represented by the following formula (VII) as described above 
as one metal complex composed of a transition metal and an optically active nitrogen-containing compound ligand is 
useful as a catalyst for producing optically active secondary alcohol compounds, comprising subjecting racemic sec- 
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ondary alcohol or meso-type diols to hydrogen transfer reaction, and therefore, the complex draws higher attention. 



In the formula, * represents an asymmetric carbon atom; R 01 andR 02 are the same or different, independently repre- 
senting alkyl group, or phenyl group or cycloalkyl group which may or may not have an alkyl group; or R 01 and R 02 
together form an alicyclic ring un substituted or substituted with an alkyl group; R 03 represents methanesulfbnyl group, 
trifluoromethanesutfbnyl group, naphthylsulfonyl group, camphor sulfonyl group, or benzenesulfonyl group which may or 
may not be substituted with an alkyl group, an alkoxyl group or halogen atom, alkoxycarbonyl group, or benzoyl group 
which may or may not be substituted with an alkyl group; R 04 represents hydrogen atom or alkyl group; X represents 
an aromatic compound which may or may not be substituted with an alkyl group; and m and n simultaneously represent 
Oor 1. 

[0069] For more description of the optically active ruthenium-diamine complex of the formula (VII), the aromatic com- 
pound which may or may not have an alkyl group represented by X, for example alkyl groups with C1 to C4, means for 
example benzene, toluene, xylene, mesitylene, hexamethylbenzene, ethylbenzene, tert-butylbenzene, p-cymene, and 
cumene and preferably includes benzene, mesitylene and p-cymene. 

[0070] R 01 and R 02 represent a linear or branched alkyl group, if they represent an alkyl group, for example alkyl 
groups with C1 to C4. More specifically, the alkyl group includes methyl, ethyl, n-propyl, isopropyl, n- p iso-, sec- and tert- 
butyl. More preferably, the group includes methyl, ethyl, n-propyl or iso-propyl. 

[0071 ] If R 01 and R 02 are bonded together to form an alicyclic group, the group may satisfactorily be a C5 to C7-mem- 
bered ring. The alkyl group which may or may not be a substituent therefor, for example alkyl substituent group with C1 
to C4, includes methyl group, ethyl group, n-propyl group, isopropyl group, and n-, iso-, sec- and tert -butyl groups. Pref- 
erably, the alkyl group is methyl. 

[0072] R 1 and R 2 as phenyl group wherein R 01 and R 02 may have an alkyl group, for example methyl group, specifi- 
cally include phenyl, o-. m- and p-tolyl groups. 

[0073] R 01 and R 02 representing cycloalkyl group contain carbon atoms in 5 to 6-membered rings, preferably includ- 
ing cyclopentyl or cyclohexyL 

[0074] In more preferable examples, R 01 and R 02 are independently phenyl or R 01 and R 02 together mean tetrame- 
thylene (-(CH 2 ) 4 -). 

[0075] R 03 represents methanesulfonyl group, trifluoromethanesulfonyl group, naphthylsulfonyl group, camphor sul- 
fonyl group, or benzenesuffonyl group which may or may not be substituted with alkyl group, for example alkyl group with 
C1 to C3, alkoxy group for example alkoxy group with C1 to C3, or halogen atom, or benzoyl group which may or may 
not be substituted with alkyl group, for example C1 to C4 alkoxycarbonyl groups, or alkyl group, for example C1 to C4 
alkyl.group. 

[0076] More specifically, R 03 representing benzenesulfbnyl group which may or may not be substituted with C1 to C3 
alkyl group, C1 to C3 alkoxyl group or halogen atom, includes benzenesulfbnyl, o-, m- and p-tduenesuKonyl, o-, n>, and 
p-ethylbenzenesulfonyl. o-, m-, and p-methoxybenzenesulfonyl, o-, m-, and p-ethoxybenzenesuHbnyl, o-, m-, and p- 
chlorobenzenesulfonyl, 2, 4, 6-trimethylbenzenesulfonyl, 2, 4, 6-tri isopropyl benz en esulfonyl, p-fluorobenzenesulfonyl, 
and pentafluorobenzenesulfonyl, and more preferably includes benzenesulfonyl or p-toluenesulfonyl. Specifically, R 03 
representing C1 to C4 alkoxycarbonyl groups includes meth oxy carbon yl , ethoxycarbonyl, isopropyloxycarbonyl, and 
tert-butoxycarbonyl, preferably including m ethoxycarbonyl or tert-butoxycarbonyl. R 03 representing benzoyl group 
which may or may not be substituted with C1 to C4 alkyl groups specifically includes benzoyl, o-, n>, and p-methyiben- 
zoyl. o-, m-, and p-ethylbenzoyl, o-. m-, and p-isopropylbenzoyl. and o-, m-, and p-tert-butylbenzoyl, preferably including 
benzoyl or p-methylbenzoyl. 

[0077] In the most preferable example. R 03 is methanesulfonyl, trifluoromethanesulfonyl, benzenesulfonyl or p-tolue- 
n esulfonyl. 

[0078] R 04 representing hydrogen atom or alkyl group, for example C1 to C4 alkyl groups, specifically includes for 
example hydrogen, methyl, ethyl, n-propyl, isopropyl, n-, iso-, sec- and tert-butyl, and more preferably includes hydro- 
gen atom or methyl group. 




03 



(VII) 



R 04 H, 
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[0079] The optically active ruthenium-diamine complex is used for the method for producing optically active secondary 
alcohols from ketones as descried above in accordance with the present invention, and in this case, the racemic sec- 
ondary alcohols as the raw material compounds in accordance with the present invention are illustrated by the following 
formula (VIII). It is needless to say that the racemic alcohols are not limited to those represented by the formula. 




(VIII) 



[0080] R 6 represents an aromatic monocyclic or polycyclic hydrocarbon group, unsubstituted or substituted or a het- 
ero monocyclic or polycyclic group containing hetero atoms including nitrogen, oxygen, sulfur atoms and the like, spe- 
cifically representing aromatic monocyclic or polycyclic groups such as phenyl group, 2-methylphenyl, 2-ethylphenyl, 2- 
isopropylphenyl, 2-tert-butylphenyl, 2-methoxyphenyl, 2-chlorophenyi, 2-vinylphenyl, 3-methylphenyl, 3-ethylphenyl, 3- 
isopropylphenyl, 3-methoxyphenyl, 3-chlorophenyl, 3-vinylphenyl, 4-methylphenyl, 4-ethylphenyl, 4-isopropylphenyl, 4- 
tert-butylphenyl, 4-vinytphenyi, cumenyi, mesityl, xylyl, 1 -naphthyl, 2-naphthyl, anthryl, phenanthryl, and indenyl; hetero 
monocyclic or polycyclic groups such as thienyl, furyl, pyranyl, xanthenyl, pyridyl, pyrrolyl, imidazolyl, indolyl, carbazoyl, 
and phenthronylyl; and ferrocenyl group. Furthermore, R 7 represents hydrogen atom, a saturated or unsaturated hydro- 
carbon group, or a functional group containing hetero atoms, including for example alkyl groups such as methyl, ethyl, 
propyl, isopropyl, butyl, pentyl, hexyl, and heptyl; cycloalkyl groups such as cyclopropyl. cyclobutyl, cyclopentyl, and 
cyclohexyl; and unsaturated hydrocarbons such as benzyl, vinyl, and allyl. R 6 and R 7 may be bonded together to form 
a ring, and in this case, R 7 includes for example a saturated or unsaturated alicyclic group giving a cyclic ketone such 
as cyclopentanone, cyclohexanone, cycloheptane, cyclopentenone, cyclohexenone, and cycloheptenone; or a satu- 
rated and unsaturated alicyclic group with a substituent group having an alkyl group, an aryl group, a unsaturated alkyl 
group or a linear or cyclic hydrocarbon group on each of the individual carbons. 
[0081 ] Additionally, the meso-type diols are represented for example by the following formula (IX). 




(IX) 



It is needless to say that the meso-diols are not limited to them. 

[0082] In this case, R 8 and R 9 are the same and represent a saturated or unsaturated hydrocarbon group which may 
or may not have a substituent group, or R 8 and R 9 may be bonded together to form a saturated or unsaturated alicyclic 
group which may or may not have a substituent group. 

[0083] More specifically, the ruthenium-diamine complex of the present invention is for example such that m and n are 
simultaneously zero in the formula (VII). Herein, i\ is used to represent the number of carbon atoms bonded to a metal 
in unsaturated ligands, and therefore, hexahapto (six carbon atoms bonded to metal) is represented by r\ 6 ; p-Ts repre- 
sents p-toluenesulfonyl group; Ms represents methanesulfonyl group; and Tf represents trifluoromethanesulfonyl group. 

Ru[(S,S)-p-TsNCH(C 6 H 5 )CH(C 6 H5)N^ 

amine) (ri 6 -benzene) ruthenium) 

Ru[(R,R)-p-TsNCH(C 6 H 5 )CH(C 6 ^^ 

amineKTi^benzeneJruthenium) 

Ru[(S,S)-p-TsNCH(C 6 H 5 )CH(C^ 

amine)(Ti 6 -p-cymene)ruthenium) 

Ru[(R,R)-p-TsNCH(C 6 H 5 )CH(C 6 ^ 

amine)(T| 6 -p-cymene)ruthenium) 

Ru[(S,S)-p-TsNCH(C 6 H 5 )CH(C 6 H5)^^ 

amine)Cn 6 -mesitytene)ruthenium) 

Ru[(R,R)-p-TsNCH(C 6 H 5 )CH(C 6 H^^ 
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amine)(Ti 6 -mesity!ene)ruthenium) 

Ru[(S;S)-MsNCH(C 6 H5)CH(C 6 H^ 

benzene)ruthenium) 

Ru[(R,R)-MsNCH(C 6 H 5 )CH(C 6 H^ 
5 benzene)ruthenium) 

Ru[(S.S)-MsNCH(C 6 H 5 )CH(C 6 H5)NH](n 6 ^ 

p-cymene)ruthenium) 

RuI(R,R)-MsNCH(C 6 H5^ 

amine)(-n 6 -p- cymene)ruthenium) 
w Ru[(S.S)-MsNCH(C 6 H 5 )CH(C 6 H5)N^ 

amine)(ri 6 -mesitylene)ruthenium) 

Ru[(R,R)-MsNCH(C 6 H 5 )CH(C 6 H5)NH](ii 6 -mesitylene)(((R,R)-N-memanesulfon^ 

amine)(n 6 -mesitytene)ruthenium) 

Ru[(S,S)-TfNCH(C 6 H^CH(C 6 H5)N^ 
is amine) (Ti 6 -benzene)ruthenium) 

Ru[(R.R)-TfNCH(C 6 H5)CH(C 6 H5)^ 

amine)(r| 6 -benzene)ruthenium) 

Ru[(S.S)-TfNCH(C 6 H5)CH(C 6 H5)NH](^ 

amine)(Ti 6 -p-cymene)ruthenium) 
20 Ru[(R.R)-TfNCH(C 6 H 5 )CH(C 6 H^ 

amine) (n 6 -p-cymene)ruthenium) 

Ru[(S,S)-TfNCH(C 6 H^CH(C6H5)NH](Ti 6 -mesrtylene)(((S,S)-N-trHluoromethanesulfon^ 

amine) (ii 6 -mesitylene)ruthenium) 

Ru[(R,R)-TTNCH(C 6 H5)CH(C 6 H 5 )^^ 
25 amine)(7i 6 -mesitylene)ruthenium) 

Ru[(S,S)-C 6 H 5 S0 2 NCH(C6H 5 )CH(C 6 H5)NH](i l 6 *enzene)(((S.S)-N-benzenesulfonyl-1,2^iphenyleth^ 

ami ne)(r| 6 -benzene) ruthenium) 

Ru[(R,R)-C 6 H 5 S0 2 NCH(C 6 H 5 )CH(C 6 ^^^ 

ami ne)(T| 6 -benzene) ruthenium) 
30 Ru[(S,S)-C 6 H5S0 2 NCH(C 6 H5)C^ 

ami ne) (ri 6 -p-cymene)ruthenium) 

Ru[(R,R)-C 6 H 5 S0 2 NCH(C 6 H5)CH(C^^ 

amine) Cn 6 -p- cymene)ruthenium) 

Ru[(S.S)-C 6 H 5 S0 2 NCH(C 6 H 5 )CH(C 6 H5)NH](T l 6 -mesitylene)(((S,S)-N-benzenesulfbnyl-1 l 2<iiph 
35 amine)(T| 6 -mesitytene)ruthenium) 

Ru[(R,R)-C 6 H 5 S0 2 NCH(C 6 H 5 )CH(C 6 ^ 
amine)(Ti 6 -mesitylene) ruthenium) 

Ru[(S,S)-N-p-Ts- 1 ,2-cyclohexanediamine](T| 6 -benzene)(((S, S)-N-p-toluenesulfonyl-l ,2-cydohexanediamine)(r| 6 - 
benzene)ruthenium) 

40 Ru[(R,R)-Ni>-Ts-1,2K;ydohexanediamine](T| 6 4>enzene)(((R,R)-N-p-toluenesuIfonyl-1 t 2-cyd 
benzene)ruthenium) 

Ru[(S,S)-Ni>TsO,2K;ydohexanediamine](ii 6 -p-c^ 
p-cymene)ruthenium) 

Ru[(R,R)-N^Ts-1,2^ydohexanediamine](Ti 6 i>c^ 
45 amine)(-n 6 -p-cymene)ruthenium) 

Ru[(S,S)-N-p-Ts-1 f 2-cyclohexanediamine](r| 6 -mesitylene)(((S, S)-N-p-toluenesulfonyl-1 ,2-cydohexanedi- 

ami ne) On 6 -mesrtyi ene) rutheniu m) 

Ru[(R.R)-N^Ts-1,2K:ydohexanediamine](Ti 6 ^esity^ 

ami ne)(r| 6 -mesityl ene) ruthenium) 
so Ru[(S,S)-N-MsO,2^ydohexanediamine](Ti 6 -benz 

benzene)arthenium) 

Ru[(R,R)-N-Ms-1,2K;ydohexanediamine](ii 6 45era^ 
benzene) ruthenium) 

Ru[(S,S)-N-Ms-1,2^ydohexanediamine](Ti 6 -p-cymene)(((S,S)-N-methanesutfo^ 
55 cymene) ruthenium) 

Ru[(R.R)-N-MsO,2^ydohexanediamine]fa^ 
p-cymene)ruthenium) 

Ru[(S,S)-N^s-1,2K;ydohexanediamine](n 6 -m 
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mesrtylene)ruthenium) x# 6 

Ru[(R,R)-N-Ms-1 ,2-cyclohexanediamine](Ti 6 -mesitylene)(((R,R)-N.methanesu!fonyM ,2-cydohexaned«amtne)(n - 

mesitylene)ruthenium) , . 

Ru[(S,S)-N-TM .2-cyclohexanerf^ 

RuKaS^^^^^ R)-N-trHluoromethanesuHotiyl-1.2-oyclohexanedi- 

amine)Cn 6 -benzene)ruthenium) 

Ru[(S,S)-N-TM.2-cyclohexanediam^^ 

amine)(ti 6 -p-cymene)ruthenium) 

Ru [(R,R)-N-Tf-1.2K;ydohexanediamine](n^ 

amine)(n 6 -p-cymene)ruthenium) 

Ru[(S,S)-NTf-1,2-cydohexanediamine](ii 6 -m^ 

R^R^Tf^ R)-N-trifluoromethanes U lfonyl-1.2-cyclohexanedi- 
amine)(n 6 -mesitylene)ruthenium) 

Ru[(S.S)-N-C 6 H 5 S0 2 -1 ,2-cyclohexanediamine](n 6 -benzene)(((S, S)-N-benzenesulfonyl-1 .2-cydohexaned.- 
^|?hhJ^^ I^M*«iwiMJI^l.a«JI«tahwn^ 
RuK^^ S)-N-benzenesulfonyl-1.2-cydohexanedi- 

amine)(Ti 6 -P-cyniene)ruthenium) , _ „ , . .. 

Ru[(R.R)-N-C6H 5 S0 2 -1 .2-cyclohexanediamine](ii 6 -p-cy>nene)(((R. R)-N-benzeneesulfonyl-1 ,2-cydohexanedi- 

amine)(ri 6 -p-cymene)ruthenium) .. 

Ru[(S.S)-N-C 6 H 5 S0 2 -1 ,2-cyclohexanediamine](ri 6 -mesitylenG)(((S, S)-N-benzenesulfonyl-1 ,2-cydohexanedi- 

amine)(n 6 -mesitylene)ruthenium) 

Ru[(R.R)-N-C 6 H 5 S0 2 -1 .2-cyclohexanediamine]( n 6 -mesitylene)(((R, R)-N-benzenesulfonyl-1 ,2-cydohexanedi- 

amine)(T) 6 -mesitylene)ruthenium) 

r0084] Those of the formula (VII) wherein m and n are simultaneously 1 are illustrated as follows. Herein, n is used 
to represent the number of carbon atoms bonded to a metal in unsaturated ligands. and therefore, hexahapto (ax car- 
bonatoms bonded to metal) is represented by ti 6 : p-Ts represents p-toluenesulfonyl group; Ms represents methanesul- 
fonyl group; and Tf represents tr'rf luoromethanesulfonyl group. 

RuH[(S,S)-p-TsNCH(C 6 H 5 )CH(C 6 H 5 )^^ 

diamine)(Ti 6 -benzene)ruthenium) ... . 

RuH[(R.R)-p-TsNCH(C6H 5 )CH(C6H 5 )NH 2 ](n 6 -benzene)(hydride-((R. R)-N-p-to!uenesulfonyl-1,2-diphenylethylen- 

ediamine)(Ti $ -benzene)ruthenium) 

RuH[(S.S)-p-TsNCH(C 6 H 5 )CH(C 6 H 5 )NH 2 ](n 6 -p-cymene)(hydride-((S.S)-N-p-toluenesulfonyl-1.2^.phenyle^ 

ediamine)(n 6 -P-cymene)ruthenium) . . 

RuH[(R.R)-p-TsNCH(C 6 H 5 )CH(C 6 H5)NH 2 ](n 6 -p-cymene)(hydride-((R, R)-N-p-toluenesulfonyH,2-diphenylethyl- 

enediamine)(ti 6 -p-cymene)ruthenium) 

RuHKS.SJ-p-TsNCHtCeHsiCHtCeHsJNHaK^-mesitylenei^ride-aS. S)-N-p-toluenesulfonyl-1.2-d.phenylethyl- 

enediamine)(Tt 6 -mesitylene)ruthenium) „..,„,« „ 

RuH[(R.R)-p-TsNCH(C 6 H 5 )CH(C 6 H 5 )NH 2 ]h 6 -mesitylene)(hydride-((R, R)-N-p-toluenesulfonyl-1,2<l.phenylethyl- 

enediamine)(ii 6 -mesitylene)ruthenium) 

RuH[(S.S)-MsNCH(C 6 H 5 )CH(C 6 H 5 )NH 2 ](i 1 6 -benzene)(hydride-((S,S)-N-methanesulfonyl-1.2^.phenyleth^ 
R^H[(r!r)SsNCH^ 

amine)(Ti 6 -benzene)ruthenium) 

RuH[(S.S)-MsNCH(C 6 H 5 )CH(C 6 H 5 )NH 2 ^ 
diamine)(n 6 -p- cymene)ruthenium) 

RuH[(R.R)-MsNCH(C 6 H 5 )CH(C 6 H 5 )NH 2 ](r, 6 -p-cymene)(hydride-((R.R)-N-methanesulfonyl-1,2^.phenyleth^ 

diamine)(n 6 -P-cymene)ruthenium) . ... 

RuH[(S;S)-MsNCH(C 6 H 5 )CH(C 6 H s )NH 2 ]( T , 6 -mesitylene)(hydride-((S,S)-N-methanesulfonyl-1,2^ 

diamine)(ii 6 -mesitylene)ruthenium) 

RuH[(R.R)-MsNCH(C 6 H 5 )CH(C6H 5 )NH 2 ](n 6 -mesitylene)(hydride-((R. R)-N-methanesuKonyl-1,2-d.phenylethylen- 

ediamine)(ii 6 -mesitylene)ruthenium) ,. , . , 

RuHt(S,S)-TfNCH(C 6 H 5 )CH(C 6 H 5 )NH 2 l(n 6 -benzene)(hydride-((S.S)-N-trrfluoromethanesulfonyl-1,2<J l phenyl^ 
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enediamine)(r| 6 -benzene)ruthenium) 

RuH[(R,R)-™CH(C 6 H5)CH(C 6 H^ 

ylenediamine)(T| 6 43enzene)arthenium) 

RuH[(S.S)-TfNCH(C 6 H5)CH(C 6 H5)NH^^ 

ylenediamine)(n 6 -p-cymene)arthenium) 

RuH[{R,R)-TfNCH(C 6 HdCH(C 6 H5)NH2](n 6 -p<ymene)(hydrkJe-((R.R)-N-trtfluoromem^^ 
nyl ethyl en ediamine)(ri 6 -p-cymene) ruthenium) 

RuH[(S,S)-TfNCH(C 6 H^CH(C 6 H5)NH2l(Ti 6 -mesrtylene)(hydride-((S, S)-N-trrfluoromethanesulfonyl-1,2-diphe- 
nylethyi enedianrtine)(n 6 -mesityl en e) ruthenium) 

RuH[(R l R)-TTNCH(C 6 H^CH(C 6 H 5 )NH 2 ](ii 6 -mesitytene)(hydride-((R, R)-N-trifluoromethanesulfonyl-1,2-diphe- 
nylethylenediamine)(n 6 -rnesitytene)artheniurn) 

RuH[(S,S)-C 6 H 5 S02NCH(C 6 H5)CH(C6H 5 )NH2](Ti 6 -benzene)(hydride-((S, S)-N-benzenesuIfonyl-1,2<liphenyleth- 
ylenediamine) (Ti 6 -benzene) arthenium) 

RuH[(R i R)-C 6 H 5 S02NCH(C 6 H 5 )CH(C 6 H5)NH 2 ](ti 6 -benzene)(hydride-((R i R)-N-benzenesulfbnyl-1,2-diphenyleth- 
ylenediamine)(^ 6 -benzene)ruthenium) 

RuH[(S.S)-C 6 H 5 S02NCH(C6H5)CH(C 6 H5)Nhy(T 1 6 -^yrnene)(hydride-((S, S)-N-trrfluoromethanesuHony1-1,2- 
dipheny1ethylenediamine)(T| 6 -p-cymene)ruthenium) 

RuH[(R,R)-C 6 H 5 S02NCH(C 6 H5)CH(C6H5)NH2](T| 6 -p-cymene)(hydride-((R, R)-N-trifluoromethanesurfonyl-1,2- 

diphenytetriylenediarrune)(Ti 6 -pH;ymene)rutheniurn) 

RuH[(S,S)-C 6 H 5 S0 2 NCH(C 6 H^ 

nyl ethyl en ediamine)(n 6 -mesity1 en e) ruthenium) 

RuH[(R,R)-C6H5S02NCH(C 6 H5)CH(C 6 H5)NH2](n 6 -mesitylene)(hydride-((R. R)-N-benzenesurfonyl-1 ,2-diphe- 

nylethylenediarrtine)(ii 6 -mesitylene)rutheniurn) 

RuH[(S,S)-N^Ts-1 ,2^yclohexanediam 

amine)(Ti 6 -benzene)ruthenium) 

RuH[(R, R)-N-p-Ts- 1 ,2<ydohexanediamine](ii 6 -benzene)(hydrlde-{(R, R)-N-p-toluenesurfonyl-1 ( 2-cyclohexanedi- 
amine) (t) 6 -benzene) ruthenium) 

RuH[(S, S) : N-p-Ts-1 ,2-cyclohexanediamine](Ti 6 -p-cymene)(hydride-(S l S)-N-p-toluenesulfony1-1 ,2-cydohexanedi- 
amine) (Tj 6 -p-cymene)ruthenium) 

RuH[(R, R)-N-p-Ts-1 ,2-cydohexanediamine](Ti 6 l>cymene)(hydride-((R,R)-N-p-toluenesurfonyl-1 ,2-cydohexane- 

diamine)(ri 6 -p-cymene) ruthenium) 

RuH[(S,S)-Ni>TsO,2K;ydohexanediamine](n 6 -me^ 

diamine)(T| 6 -mesity1ene)ruthenium) 

RuH[(R, R)-N-p-Ts-1 ,2-cyclohexanediamine](Ti 6 -mesitylene)(hydrlde-((R, R)-N-p-toluenesulfonyi-1 ,2-cyclohexane- 
diamine)(ti 6 -mesitylene)ruthenium) 

RuH[(S,S)-N-Ms-1 ,2-cyclohexanediamine](Ti 6 -benzene)(hydride-((S, S)-N-methanesulforryl-1,2-cyclohexanedi- 
amine) (Ti 6 -benzene)ruthenium) 

RuHI(R,R)-N^s-1,2^ydohexanediarnineJ(ii 6 -benzene)(hydride-((R, R)-N-methanesulfonyl-1,2-cydohexanedi- 
amine)(ri 6 -benzene)ruthenium) 

Ru H[(S, S)-N-Ms- 1 ,2-cydohexanediamine](ii 6 -p-cymene) (hydrlde-((S, S)- N-methanesurfonyl-1,2-cydohexanedi- 

amine)(T| 6 -p- cymene)ruthenium) 

RuH[(R,R)-N^s-1,2^ydohexanedianrone](ii 6 i>c^ 

amine)(T) 6 -p-cymene)ruthenium) 

RuH[(S.S)-N-Ms-1,2<ydohexanediaminel(Ti 6 -mesitytene)(hydride-((S,S)-N-methane^ 
ami ne)Cn 6 -mesrtyi en e) ruthenium) 
RuH[(R. R)-NHV!sO ,2^dohexanedianiin^^ 
ami ne)(r| 6 -mesitylene) ruthenium) 

RuH[(S,S)-N-Tf-1.2-cyclohexanediamine](ti 6 -benzene)(hydride-((S, SJ-N-trifluoromethanesulfonyl-l^-cydohex- 

anediamine)(?i 6 -benzene)ruthenium) 

RuH[(R,R)-N-Tf-1.2-cydohexahediajr^ 

anediamine)(ii 6 -benzene)ruthenium) 

RuH[(S.S)-N-Tf-1.2K*dohexanediajrune](Ti 6 

anediamine)(t} 6 -p-cymene) ruthenium) 

RuH[(R,R)-N-Tf-1 f 2-cyclohexanediamine]^^ 

anediamine)(r| 6 -p-cymene) ruthenium) 

RuHI(S,S)-N-Tf-1.2^dohexanediamine](n 6 ^esity^ 

anediamine)(T| 6 -mesityl en e) ruthenium) 

RuH[(R,R)-N-Tf-1,2-cydohexanediajnine]^ 
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anediamine)(T| 6 -mesitylene)ruthenium) 

RuH[(S,S)-N- C 6 H 5 S0 2 -1 ,2-cyclohexanediami^^ ,2-cyclohexan- 

ediamine)(T| 6 -benzene)ruthenium) 

RuH[(R,R)-N-C 6 H 5 S0 2 -1,2-cyclohexanediamin^^ 

ediamine)(Ti 6 -benzene)ruthenium) 

RuH[(S,S)-N-C 6 H 5 S0 2 -1 ,2-cyclohexanediamine](n Vcymene)(^ ,2- cyclohex- 

anediamine)(n 6 -p-cymene)ruthenium) 

RuH[(R ( R)-N-C 6 H 5 S0 2 -1 ,2-cyclohe^ 

cyclohexanediamine)(Ti 6 iD-cymene)ruthenium) 

RuH((S,S)-N-C 6 H 5 S0 2 -1.2-cyclohexanediam^ 

anediamine)(n 6 -mesitylene)ruthenium) 

RuH[(R,R)-N-C 6 H 5 S0 2 -1,2-cyclohexanediami^^^ 

anediamine)(Ti 6 -mesitylene)ruthenium) 

[0085] Among the compounds represented by the general formula (VII) in accordance with the present invention, the 
complex of the formula (VII) wherein m and n are simultaneously 0 can be produced as follows. More specifically, 
Ru[(S.S)-,(R,R)-TsNCH(R 01 )CH(R 02 )NH](n 6 -p-cymene)(((S,S)and(R, R)-N-toluenesulfonyl-1 ,2<iisubstituted ethylene- 
diamine)(ti 6 -p-cymene)ruthenium 

(wherein R 01 and R 02 are the same as described above and Ts is p-toluenesultonyl group), is readily synthesized by 
reacting a raw material [RuC^^^p-cymeneJkttetrachlorobis^-p-cymeneJdirutheniumJprepared by the method 
described in a reference J. Chem. Soc Dalton Trans., pp.233 - 241(1974) with (S,S)-,(R. R)-TsN- 
HCH(R 01 )CH(R 02 )NH 2 ((S,S) and (R,R)-N-p-toluenesulfonyl-1,2-disubstituted ethylenediamme) in the presence of 
alkali metal hydroxide or alkali metal alcolate in a solvent. 

[0086] The reaction is generally carried out quantitatively, by reacting a raw material [RuCfefa -p-cymene)] 2 (tetracnlo- 
robis ( n 6-p-cymene)diruthenium (1 mole) and (S, S)-. (R.R)-TsNHCH(R 01 )CH(R 02 )NH 2 (((S. S) and (R. R)-N-p-tolue- 
nesulfbnyl-1 2-disubstituted ethylenediamine) (2 moles) with alkali metal hydroxide or alkali metal alcolate in the stream 
of inactive gases such nitrogen, helium or argon in an inactive solvent at a temperature of -10 to 50 °C for 30 minutes 
to 3 hours, and leaving the reaction product to stand alone, prior to liquid separation procedure to remove the aqueous 
phase, and subsequently removing the solvent under reduced pressure. 

[0087] The alkali metal hydroxide or alkali metal alcolate specifically includes NaOH, NaOCH 3 , NaOC 2 H 5 , KOH 
KOCH 3 KOC 2 H 5 , LiOH, UOCH3, and UOCgHg, preferably including NaOH or KOH. The amount of the alkali metal 
hydroxide or alkali metal alcolate is 5 to 10 fold the amount of ruthenium. The inactive solvent appropriately includes for 
example hydrocarbons such as benzene, toluene, xylene, cyclohexane, and methylcyclohexane; ethers such as dime- 
thyl ether, diethyl ether, diisopropyl ether, methyl-tert-butyl ether, tetrahydrofuran, 1,3<lioxolanee, and 1,4-dioxane; hal- 
ogenated hydrocarbons such as chloroform, methylene chloride and chlorobenzene. n/ 6 

[0088] The complex can be produced by another method. Specifically, Ru[(S,S)-, (R,R)-TsNCH(R 01 )CH(R 02 )NH](n - 
p-cymene)(((S.S)and(R, R)-N-toluenesulfonyl-1 ,2<lisubstituted ethylenediamine)(ii 6 -p-cymene)ruthenium 
(wherein R 01 and R 02 are the same as described above and Ts is p-toluenesulfonyl group), is readily synthesized by 
reacting a raw material RuCI[(S,S)-. (R.R)- TsNCHtR^CHfR^NHJfr Vcymene) (chloro-((S,S) and (R.R)-N-P-tol- 
uenesulfonyl-1,2-disubstituted ethylenediamine)(Ti 6 -p-cymene)ruthenium prepared through the reaction of - 
p-cymenefcfletrachlorobisfo 6 -p-cymene)di ruthenium, (S.S)-. (R,R)-TsNHCH(R 01 )CH(R 02 )NH 2 ((S,S) and (R ; R)"N-p- 
toluenesuHbnyl-1 ,2Kiisubstituted ethylenediamine) with a tertiary amine (for example, triethylamine) tor example by the 
method described in J. Am. Chem. Soc., Vol.117, pp.7562-7563 (1995). J. Am. Chem. Soc, Vol.118, pp.2521-2522 
(1996) and J. Am. Chem. Soc.. Vol.1 18. pp.4916-4917 (1996), in the presence of alkali metal hydroxide or alkali metal 
alcolate in a solvent. 

[0089] The reaction is generally carried out quantitatively, by reacting a raw material RuCI[(5,b)-, (K,h>- 
TsNCH(R 01 )CH(R 02 )NH 2 ](t l 6 -p-cymene)(chloro-((S,S) and (R ( R)-N-p-toluenesulfonyl-1.2<iisubstituted ethylenedi- 
amine)(T 1 6 -p-cymene)ruthenium) (1 mole) with alkali metal hydroxide or alkali metal alcolate in the stream of inactive 
gases such nitrogen, helium or argon in an inactive solvent at a temperature of -10 to 50 *C for 30 minutes to 3 hours^ 
and leaving the reaction product to stand alone, prior to liquid separation procedure to remove the aqueous phase, and 
subsequently removing the solvent under reduced pressure. 

[0090] The alkali metal hydroxide or alkali metal alcolate specifically includes NaOH, NaOCH 3 , NaOC 2 H 5 , KOH, 
KOCH3, KOC 2 H 5 , LiOH, UOCH3, and UOCgHg, preferably including NaOH or KOH. The amount of the alkali metal 
hydroxide or alkali metal alcolate is 1 to 2-fbld in mole the amount of ruthenium. The inactive solvent appropriately 
includes for example hydrocarbons such as benzene, toluene, xylene, cyclohexane. and methylcyclohexane; ethers 
such as dimethyl ether, diethyl ether, diisopropyl ether, methyltert-butyl ether, tetrahydrofuran, 1 ,3-dioxolane. and 1,4- 
dioxane- and halogenated hydrocarbons such as chloroform, methylene chloride and chlorobenzene. 
[0091] ' In accordance with the present invention, the complex represented by the general formula (V) wherein m and 
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n are simultaneously 1 can be produced as follows. More specifically, RuH[(S, )-, (R,R)-TsNCH(R 01 )CH(R^)NH2](ti 6 - 
p-cymene)(hydride-((S, S) and (R.RJ-N-toluenesulfonyl-l^-disubstituted ethy1enediamine)(ii 6 -p-cymene)rutheniurn) 
(wherein R 01 and R 02 are the same as described above and Is is p-toluenesuHonyl group), is readily synthesized, by 
reacting a raw material Ru[(S,S)-, (R. R)-TsNCH(R 01 )CH(R 02 )NH](i 1 6 -p-cymene)(( (S, S) and (R.R)-N-toJuenesulforiyl- 
1 ,2-disubstituted ethyl enediamine) (n 6 -p-cymene) ruthenium) ( wherein R 01 and R 02 are the same as defined above; 
and Ts represents p-toluenesulfonyl group) in an alcohol solvent. 

[0092] The reaction is generally carried out quantitatively, by reacting a raw material Ru[(S,S)-, (R.R)- 
TsNCH(R 01 )CH(R 02 )NH] 6 -p-cymene)(( (S,S) and (R. R)-N-toluenesulfonyl-1 ,2-disubstituted ethylenediamine) fa 6 - 
p-cymene)ruthenium) 

(wherein R 01 and R 02 are the same as defined above; and Ts represents p-toluenesuifonyl group) in an inactive gas 
stream in an alcohol solvent at a temperature of 0 to 100 °C for 3 minutes to 1 hour for hydrogen transfer reaction, and 
subsequently removing the solvent under reduced pressure. Appropriate alcohol solvents include for example metha- 
nol, ethanol, n-propanol, isopropanol, n-butanol, iso-butanol, and sec-butanol. 

[0093] The complex can be produced by another method. Specifically, RuH[(S,S)-, (R,R)- 

TsNCH(R 01 )CH(R 02 )NH2]( n 6 -p^cymene)(hydride-((S, S) and (R,R)-N-p-toluenesulfonyl-1,2-disubstituted ethylenedi- 
ami ne)(T| 6 -p-cymene)ruthenium) 

(wherein R 01 and R 02 are the same as described above and Ts is p-tduenesulfbnyl group), is readily synthesized, by 
reacting for example a raw material Ru[(S,S)-. (R,R)-TsNCH(R 01 )CH(R 02 )NH](t 1 6 -p-cymene)(((S,S) and (R.R)-N-tolue- 
nesulfonyl-1 ,2-disubstituted ethylenediamine) (n 6 -p-cymene)nithenium)(wherein R 01 and R 02 are the same as defined 
above; and Ts represents p-toluenesulfonyl group), in a solvent in pressurized hydrogen. 

[0094] The reaction is generally carried out quantitatively, by hydrogenating a raw material RuH[(S,S)-, (R,R)- 
TsNCH(R 01 )CH(R 02 )NH2] fa 6 -p-cymene)(hydride-( (S,S) and (R,R)-N-toluenesulfonyl-1 ,2-disubstituted ethylenedi- 
amine) fa 6 -p-cymene)ruthenium) (wherein R 01 and R 02 are the same as defined above; and Ts represents p-tolue^ 
nesulfonyl group), in an inactive solvent at a temperature of 0 to 50 °C for 30 minutes to 24 hours (preferably 1 to 10 
hours) in pressurized hydrogen and subsequently removing the solvent under reduced pressure. The hydrogen pres- 
sure is within a range of i to 150 atm. preferably 20 to 100 atm. 

[0095] Appropriate inactive solvents include for example hydrocarbons such as benzene, toluene, xylene, hexane, 
heptane, cyclohexane, and methylcyclohexane; and ethers such as dimethyl ether, diethyl ether, diisopropyl ether, 
methyl-tert-butyl ether, tetrahydrofuran, 1 ,3-dioxolane and 1 ,4-dioxane. 

[0096] An optically active diamine of the formula (S,S)-, (R,R)-R 03 NHCH(R 01 )CH(R 02 )NH 2 ((S,S) and (R.R)-N-substi- 
tuted-1 ,2-disubstituted ethylenediamines) (wherein R 01 R 02 and R 03 are the same as described above) is synthesized, 
by using raw materials (S.S)-, (R,R)-NH2CH(R 01 )CH(R 02 )NH 2 ((S,S) and (R, R)-1 ,2-disubstituted ethylenediamines in a 
conventional manner [Protective Groups in Organic Synthesis, Vol.2, pp.309-405(1991)]. More specifically, 
(S,S)-. (R,R)-TsNHCH(R 01 )CH(R 02 )NH 2 ((S.S) and (R.R)-N- P-toluenesulfonyl- 1 ,2-disubstituted ethylenediamines) 
(wherein R 01 and R 02 are the same as defined above; and Ts represents p-toluenesulfonyl group) are readily synthe- 
sized, by reacting for example (S.S)-. (R.R)-NH 2 CH(R 01 )CH(R 02 )NH 2 ((S.S) and (R,R)-1 ,2-disubstituted ethylenedi- 
amines) as raw materials with TsCI (p-toluenesulfonyl chloride) in the presence of an alkali (for example, tertiary amine, 
alkali metal salts and the like) in a solvent. 

[0097] The reaction is generally carried out quantitatively, by reacting together 

(S.S)-, (R.R)-NH 2 CH(R 01 )CH(R 02 )NH 2 ((S,S) and (R.R)-1 ,2-disubstituted ethylenediamines) (1 mole) and TsCI (p-tol- 
uenesulfonyl chloride) (1 mole) with an alkali (for example, triethylamine) in an inactive solvent (for example, toluene, 
tetrahydrofuran, and methylene chloride) in an inactive gas stream such as nitrogen, helium or argon or the like at a 
temperature of 0 to 50 °C for 30 minutes to 3 hours, subsequently adding water to the resulting mixture to gently leave 
the reaction product to stand, prior to liquid separation procedure, to remove the aqueous phase, and evaporating the 
solvent under reduced pressure. 

[0098] The optically active diamine (S.S)-, (R,R)-NH 2 CH(R 01 )CH(R 02 )NH 2 ((S,S) and (R.R)-1 ,2-disubstituted ethylen- 
ediamines) (wherein R 01 and R 02 are the same as defined above), is known and is sometimes commercially available 
or can be produced in a conventional manner or by conventional resolution process of race mates [Tetrahedron Lett., 
Voi.32, pp.999-1002) (1991), Tetrahedron Lett., Vol.34, pp. 1905-1 908 (1993)]. 

[0099] (S,S) and (R,R)-1,2-diphenyiethylenediamines and (S,S) and (R, R)- 1,2-cyclohexanediamines are commer- 
cially available. 

[01 00] For example, the optically active diamine of the general formula (e) can be produced by the following method 
[Tetrahedron Lett., Vol.32, pp.999-1002 (1991)]. 

[0101] The optically active diamine of the general formula (e) ((S, S) and (R, R)-1 ,2-disubstituted ethylenediamines) 
can be produced readily at a high yield, by preparing cyclophosphate from raw materials optically active 1 ,2-disubsti- 
tuted ethylene diols, which is then reacted with amidine to recover imidazoline, and ring opening the imidazoline by 
using an acid catalyst. 

[0102] The ruthenium-diamine complex of the present invention may be isolated and used, but while generating the 
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complex in a reaction solution, the resulting complex is used as a catalyst for asymmetric synthesis and the like. 
[0103] The method for producing optically active secondary alcohols by utilizing the complex of the present invention 
as a hydrogen transfer-type oxidation catalyst will now be described below. 

[0104] The racemic secondary alcohols or meso-type diols to be used as the reaction substrates for producing opti- 
cally active secondary alcohols are represented by the aforementioned formulas (VIII) and (IXI). In the formula (VIII), 
the racemic secondary alcohols in this case specifically include 

1-phenylethanol, 1-(2-methylphenyl)ethanol, 1-(2-ethylphenyl)ethano1, 1-(2-isopropylphenyl)ethanol, 1-(2-tert-butyl- 
phenyl)ethanol, 1-(2-methoxyphenyl)ethanol, 1-(2-ethoxyphenyl)ethanol, 1-(2-isopropoxyphenyl)ethanol, 1-(2-tert- 
butoxyphenyl)ethanol, 1-(2-dimethylaminophenyl)ethanol, 1 -(3-methylphenyl)ethanol, 1 -(3-ethylphenyl)ethanol, 1-(3- 
isopropylphenyl)ethanol, 1-(3-tert-butylphenyl)ethanol, 1-(3-methoxyphenyl)ethanol, 1-(3-ethoxyphenyl)ethanol, 1-(3- 
isopropoxyphenyl)ethanol, 1 -(3-tert-butoxyphenyl)ethanol, 1 -(3-dimethylaminophenyl)ethanol, 1 -(4-methylphenyl)etha- 
nol, 1-(4-ethylphenyl)ethanol, 1-(4-isopropylphenyl)ethanol, 1-(4-tert-buty!phenyI)ethanol, 1-(4-methoxyphenyl)ethanol, 
1-(4-ethoxyphenyl)ethanol, 1-(4-isopropoxyphenyl)ethanol, 1 -(4-tert-butoxyphenyl)ethanol, 1-(4-dimethylaminophe- 
nyl)ethanol, 1-cumenylethanol, 1-mesitylethanol, 1-xylylethanol, 1-(1-naphthyl)ethanol. 1 -(2-naphthyl)ethanol, 1-phen- 
anthrylethanol, 1 -indenylethanol, 1 -(3,4<iimethoxyphenyl)ethanol, 1 -(3,4-diethoxyphenyl)ethanol , 1 -(3.4- 
methylenedioxyphenyl)ethanol, 1 -ferrocenylethanol, 

1-phenylpropanol, 1-(2-methylphenyl)propanol, 1 -(2-ethylphenyl)propanol, 1 -(2-isopropylphenyl)propanol, 1-(2-tert- 
butylphenyl)propanol, 1 -(2-methoxyphenyl)propanol, 1-(2-ethoxyphenyl)propanol, 1 -(2-isopropoxyphenyI)propanol, 1- 
(2-tert-butoxyphenyl)propanol. 1 -(2-dimethylaminophenyl)propanol, 1 -(3-methylphenyl)propanol, 1 -(3-ethylphenyl)pro- 
panol, 1-(3-isopropylphenyl)propanol, 1 -(3-tert-butylphenyl)propanol. 1-(3-methoxyphenyl)propanol, 1 -(3-ethoxyphe- 
nyl)propanol, 1-(3-isopropoxyphenyl)propanol, 1-(3-tert-butoxyphenyl)propanol. 1-(3-dimethylaminophenyl)propanol, 
1 -(4-methylphenyl)propanol, 1 -(4-ethylphenyl)propanol, 1 -(4-isopropylphenyl)propanol, 1 -(4-tert-butylphenyl)propanol, 
1 -(4-methoxyphenyl)propanol. 1 -(4-ethoxyphenyl)propanol, 1 -(4-isopropoxyphenyl)propanol, 1 -(4-tert-butoxyphe- 
nyl)propanol, 1-(4-dimethylaminopheny0propanol, 1-cumenylpropanol, 1 -mesHylpropanol, 1-xylylpropanol, 1-(1-naph- 
thyl) propanol, 1 -(2-naphthyl)propanol, 1 -phenanthrylpropanol, 

1-indenylpropanol, 1 -(3,4-dimethoxyphenyl) propanol, 1-(3,4<liethoxyphenyl) propanol, 1-(3,4-methylenedioxyphenyl) 
propanol, 1-ferrocenylpropanol, 1 -phenylbutanol, 1-(2-methylphenyl)butanol, 1-(2-ethylphenyl)butanol, 1-(2-isopropyl- 
phenyl)butanol, 1-(2-tert-butylphenyl)butanol, 1-(2-methoxyphenyl)butanol, 1-(2-ethoxyphenyl)butanol, 1 -(2-isopropox- 
yphenyl)butanol, 1 -(2-tert-butoxyphenyl)butanol, 1-(2-dimethylaminophenyl)butanol, 1 -(3-methylphenyl)butanol, 1-(3- 
ethylphenyl)butanol, 1-(3-isopropylphenyl)butanol, 1-(3-tert-butylphenyl)butanol, 1-(3-methoxyphenyl)butanol, 1-(3- 
ethoxyphenyl)butanol, 1-(3-isopropoxyphenyl)butanol, 1-(3-tert-butoxyphenyl)butanol, 1 -(3-dimethylaminophenyl)buta- 
nol, 1-(4-methylphenyl)butanol, 1 -(4-ethylphenyl)butanol, 1-(4-isopropylphenyl)butanol, 1 -(4-tert-butylphenyl)butanol, 
1-(4-methoxyphenyl)butanol, 1 -(4-ethoxyphenyl)butanol, 1-(4-isopropoxyphenyl)butanol, 1 -(4-tert-butoxyphenyl)buta- 
nol, 1-(4-dimethylaminophenyl)butanol, 1-cumenylbutanol, 1-mesityibutanol, 1-xylylbutanol, 1-(1-naphthyl)butanol, 1- 
(2-naphthyl)butanol, 1-phenartthrylbutanol, 1 -indenylbutanol, 1-(3,4-dimethoxyphenyl)butanol, 1-(3,4-diethoxyphe- 
nyl)butanoI, 1-(3,4-methylenedioxyphenyl)butanol, 1-ferrocenylbutanol, 

1-phenylisobutanol, 1-(2-methylphenyl)isobutanol, 1-(2-ethylphenyl)isobutanol, 1-(2-isopropylphenyl)isobutanol, 1-(2- 
tert-butylphenyl)isobutanol, 1 -(2-methoxypheny1)isobutanol, 1 -(2-ethoxyphenyl)isobutanol, 1 -(2-isopropoxyphe- 
nyl)isobutanol, 1-(2-tert-butoxyphenyl)isobutanol, 1-(2-dimethylaminophenyl)isobutanol, 1-(3-methy!phenyl)isobutanol, 
1 -(3-ethylphenyl)isobutanol, 1 -(3-isopropylphenyl)isobutanol, 1 -(3-tert-butylphenyl)isobutanol. 1 -(3-ethoxyphenyl)isob- 
utanol, 1 -(3-ethoxyphenyl)isobutanol, 1 -(3-isopropoxyphenyl)isobutanol, 1 -(3-tert-butoxyphenyl)isobutanol. 1 -(3- 
dimethylaminophenyl)isobutanol, 1 -(4-methylphenyl)isobutanol. 1 -(4-ethylphenyl)isobutanol, 1 -(4-isopropylphe- 
nyl)isobutanol, 1-(4-tert-butylphenyl)isobutanol, 1-(4-methoxyphenyl)isobutanol, 1-(4-ethoxyphenyl)isobutanol, 1-(4- 
isopropoxyphenyl)isobutanol, 1-(4-tert-butoxyphenyl)isobutanol.1-(4-dimethylaminophenyl)isobutanol, 1 -cumenylisob- 
utanol, 1-mesitylisobutanol, 1 -xylylisobutanol, 1-(1-naphthyl)isobutanol, 1 -(2-naphthyl)isobutanol, 1 -phenanthrylisobu- 
tanol, 1 -indenylisobutanol, 1 -(3,4-dimethoxyphenyl)isobutanol, 1 -(3,4-diethoxyphenyl)isobutanol, 1 -(3,4- 
methylenedioxyphenyl)isobutanol, 1-ferrocenylisobutanol, 1-phenylpentanol, 1-(2-methylphenyl)pentanol, 1-(2-ethyl- 
phenyl)pentanol, 1-(2-isopropylphenyl)pentanol, 1-(2-tert-butylphenyl)pentanol, 1-(2-methoxyphenyl)pentanol. 1-(2- 
ethoxyphenyl)pentanol, 1-(2-isopropoxyphenyl)pentanol, 1 -(2-tert-butoxyphenyl) pentanol, 1-(2-dimethylaminophe- 
nyl)pentanol, 1 -(3-methylphenyl)pentanol, 1-(3-ethylphenyl)pentanol, 1-(3-isopropylphenyl)pentanol, 1 -(3-tert-butyl- 
phenyl)pentanol, 1-(3-methoxyphenyl)pentanol, 1-(3-ethoxyphenyl)pentanol, 1-(3-isopropoxyphenyl)pentanol, 1-(3- 
tert-butoxyphenyl)pentanol, 1-(3-dimethylaminophenyl)pentanol, 1-(4-methylphenyl)pentanol, 1-(4-ethylphenyl)penta- 
nol, 1 -(4-isopropylphenyl)pentanol. 1 -(4-tert-butylphenyl)pentanol, 1 -(4-methoxyphenyl)pentanol, 1 -(4-ethoxyphe- 
nyl)pentanol, 1 -(4-isopropoxyphenyl)pentanol, 1-(4-tert-butoxyphenyl)pentanol, 1-(4-dimethylaminophenyl)pentanol, 1- 
cumenylpentanol, 1 -mesitylpentanol, 1 -xylylpentanol , 1 -( 1 -naphthyl)pentanol, 1 -(2-naphthyl)pentanol , 1 -phenan- 
thrylpentanol, 1-indenylpentanol, 1-(3,4-dimethoxyphenyl)pentanol. 1-(3,4<Jiethoxyphenyl)pentanol, 1-(3,4-methylene- 
dioxyphenyl)pentanol, 1-ferrocenylpentanol, 1-indanol, 1,2,3,4-tetrahydro-1-naphthol, 2-cyclopenten-1-ol, 3-methyl-2- 
cyclopenten-1-ol, 2-cyclohexen-1-ol, 3-methy1-2-cyclohexen-1-ol, 2-cycloheptan-1-ol, 3-methyl-2-cycloheptan-1-ol, 2- 
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cyclooctan-1-ol, 3-methyl-2-cyclooctan-1 -ol, and 4-hydroxy-2-cyclopenten-1 -one. Additionally, the meso-type diol rep- 
resented by the formula (IX) specifically represents meso-2-cyclopenten-1 ,4-diol, meso-2-cyclohexane-1 ,4-diol, meso- 
2-cycloheptane-1.4-diol. meso-2-cyctooctan-1 ,4-diol, 5.8-dihyroxy-1 ,4,4a, 5, 8, 8a-hexahydro-endo-1 ,4-methanonaph- 
tharene and the like. 

5 [01 05] As the ruthenium-diamine complex to be used for the hydrogen transfer-type oxidation of the present invention, 
the optically active ligand diamine of the general formula (VII). namely (R, R) form or (S, S) form, may satisfactorily be 
used. Depending on the selection, an objective compound of the desired absolute configuration can be produced. Such 
ruthenium-diamine complex can be used at 1/10.000 to 1/10 fold in mole, preferably 1/2,000 to 1/200 fold in mole to the 
substrate compound. 

10 [0106] For carrying out the reaction, the substrate compound and the ruthenium-diamine complex are added to 
ketone alone or an appropriate mixture of ketone with an inactive solvent, to prepare a homogenous solution, for reac- 
tion at a reaction temperature of 0 to 100 °C, preferably 10 to 50 °C, for 1 to 100 hours, preferably 3 to 50 hours. 
[0107] Ketones including for example acetone, methyl ethyl ketone, diethyl ketone, diisopropyl ketone, methyrtert-butyl 
ketone, cyclopentanone, and cyclohexanone are used. More preferably, acetone is better. These ketones may satisfac- 

is torily be used singly or in a mixture with an inactive solvent Ketones can be used at an amount of 0.1 to 30 fold (vol- 
ume/weight), depending on the type of the substrate, but preferably at an amount of 2 to 5 fold (volume/weight). 
[0108] Appropriate inactive solvents include for example hydrocarbons such as benzene, toluene, xylene, hexane, 
heptane, cyclohexane, and methylcyclohexane; and ethers such as dimethyl ether, diethyl ether, diisopropyl ether, 
methyltert-butyl ether, tetrahydrofuran, 1 ,3-dioxolane, and 1,4-dioxane. 

20 [0109] In accordance with the present invention, the reaction may be carried out in a batchwise manner or a contin- 
uous manner. 

[0110] The resulting product can be purified by known processes such as silica gel column chromatography. 
Examples 

25 

Example A 

(Production of optically active alcohols) 

30 [0111] Production examples of optically active alcohols are shown below, and the inventive method will further be 
described in detail. Tables 1, 2 and 3 collectively show reaction substrates, transition metal complexes and optically 
active amine compounds as chiral ligands. which are to be used as typical examples. 
[01 1 2] The instrumental analysis was done by using the following individual systems. 

35 NMR: JEOL GSX-400/Varian Gemini-200 ( 1 H-NMR sample: TTvlS. 31 P-NMR standard sample: phosphoric acid) 
GLC: SHIMADZU GC-17A(column: chiral CP-Cyclodextrin-b-236-M19) 
HPLC: JASCO GULLIVER (column: CHIRALCEL OJ. OB-H. OB, OD) 
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45 



Table 1 

Carbonyl compounds 



w 



15 



20 



CO 1 



1 

a R,-H, R 2 -CH 3 

b R t - H, R 2 - C 2 H 5 

c R, - H. R 2 - CH(CH a } a 

d R t - H, R 2 - C(CH 3 )3 

9 R, -CH 3i R 2 =CH 3 

f R, - CI. R 2 - CHj 

g R| ** OCH 3 , R 2 » CH^ 

h R, ~CN, R t -CH3 

I R, - H, R, - (CHJaCOiC^ 



NC 




O 




OCHn 



30 



8 R-CH 2 
7 R-CCH^ 



10 



1 1 



35 



40 




12 



CO a CH, 



55 
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Table 2 

Asymmetric metal complexes 



10 



IRuCS(areno)] 2 



arene 



13 



14 



15 




16 



15 



20 



25 



ArS0 2 





30 



27 (S.5) 



23 (/?./?) 



35 



40 



Table 3 





45 



50 



17 (15.2A) 

18 (15.25) 



19 (15. 2R) 

20 (15.25) 



21 (1S.2A) 

22 (15,25) 



Ph,P NH, Ph,P N(CHj) a PhjP NH 2 PhjP NH, 



23(A) 



24(A) 



25(A) 



26(5) 



55 
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Examples 1 through 19 

[01 1 3] To dry 2-propanol (5.0 ml) were added various amino alcohol compounds (0.05 mmol) as chiral ligands of opti- 
cally active amine compounds as shown in Table 3 and the ruthenium arene complex (0.0125 mmol) shown in Table 2, 

5 for agitation in argon or nitrogen gas atmosphere at 80 °C for 20 minutes, and the resulting mixture was cooled to room 
temperature, to which were then added frozen and degassed dry 2-propanol (45.0 ml), various carbonyl compounds (5 
mmol) deaerated and distilled as shown in Table 1 . and a solution of 0.05M KOH in 2-propanol (2.5 ml; 0.125 mmol) in 
this order, for subsequent agitation at room temperature. After completion of the reaction, dilute hydrochloric acid was 
added to adjust the resulting mixture to acidity, from which most of 2-propanol was evaporated off under reduced pres- 

w sure, followed by addition of saturated sodium chloride solution. The resulting product was extracted into ethyl acetate, 
rinsed with saturated sodium chloride solution several times and dried over anhydrous sodium sulfate. The solvent was 
distilled off from the product. The final product was analyzed by 1 H-NMR (CDCI 3 ), to calculate the conversion. Then, 
the product was purified by thin-layer silica gel chromatography, and the isolated alcohol fraction was used to determine 
the optical purity and absolute configuration by HPLC or GLC. The results are collectively shown in Table 4. Further- 

is more, the conversion and optical purity of the sampled reaction solution can be calculated simultaneously by GLC. 

Examples 20 to 23 

[01 14] Using the same method as in Example 1 , aminophosphine compound was used as an optically active amine 
20 compound for the reaction. The results are collectively shown in Table 4. 



Table 4 



25 



45 



55 



Examples 


[RuCI 2 (arene)] 2 


Ligands 


Carbonyl compounds 


Time 


% conv 


%ee 


config. 


1 


13 


19 


1a 




64 


52 


S 


2 


13 


20 


1a 




91 


17 


S 


3 


14 


20 


1a 




97 


59 


S 


4 


14 


21 


1a 




97 


56 


S 


5 


15 


20 


1a 




97 


56 


S 


6 


15 


21 


1a 




62 


52 


S 


7 


16 


17 


1a 




95 


91 


S 


8 


16 


20 


1a 




94 


92 


S 


9 


16 


21 


1a 




59 


55 


S 


10 


16 


22 


1a 




96 


75 


S 


11 


16 


20 


1b 


2 


95 


82 


S 


12 


16 


20 


1c 


15 


93 


5 


s 


13 


16 


20 


1d 


20 


22 


40 


R 


14 


16 


20 


o-1 e 


6 


96 


83 


S 


15 


16 


18 


0-1f 


1 


99 


89 


S 


16 


16 


20 


P-ig 


4 


73 


79 


S 


17 


16 


20 


3 


2 


99 


93 


S 


18 


16 


18 


4 


3 


93 


75 


S 


19 


16 


16 


7 


4 


62 


94 


s 


20 


13 


23 


1a 


1 


65 


0.4 


s 


21 


13 


24 


1a 


1 


61 


61 


R 


22 


13 


25 


1a 


1 


70 






23 


13 


26 


1a 


1 


73 


4 


S 
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Examples 24 to 41 
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[01 15] By using the same method as described in Example 1 and using optically active amine compounds, the chiral 
Ru complexes shown in Table 2 were synthesized. The complex catalysts and carbonyl compounds were added to a 

s mixture of formic acid and triethylamine (5:2), for reaction at room temperature for a given period. After completion of 
the reaction, the reaction mixture was diluted with water, to extract the product in ethyl acetate. After drying the organic 
phase over anhydrous sodium sulfate and evaporating the solvent off, 1 H-NMR (CDCI 3 ) was analyzed to calculate the 
conversion. The optical purity and absolute configuration were determined by HPLC or GLC. The results are collectively 
shown in Table 5. The conversion and optical purity of each sampled reaction solution can be calculated simultaneously 

10 by GLC. 

[011 6] In accordance with the present invention, optically active alcohols can be produced at a high optical purity and 
a high synthetic yield. 



Tables 



20 



Examples 


Ru complex 


Carbonyl compounds 


Time 


%conv 


%ee 


config. 


24 


27(S, S) 


1a 


24 


>99 


98 


S 


25 


27(S, S) 


1b 


60 


>99 


97 


S 


26 


27(S, S) 


m-1f 


21 


>99 


97 


S 


27 


27(S, S) 


p-1f 


24 


>99 


95 


S 


28 


27(S, S) 


m-1g 


20 


>99 


98 


S 


29 


27(S, S) 


p-1g 


50 


>99 


97 


S 


30 


27(S, S) 


p-1h 


14 


>99 


90 


S 


31 


27(S, S) 


1i 


60 


>99 


95 


S 


32 


27(S, S) 


2 


60 


93 


83 


S 


33 


27(S, S) 


3 


22 


>99 


96 


S 


34 


27(S, S) 


5 


60 


>54 


66 


s 


35 


27(S, S) 


6 


48 


>99 


99 


s 


36 


27(S, S) 


7 


48 


>99 


99 


s 


37 


27(S, S) 


8 


60 


70 


82 


s 


38 


27(S, S) 


9 


40 


47 


97 


s 


39 


28(R, R) 


10 


40 


95 


99 


R 


40 


28(R, R) 


11 


65 


95 


98 


R 


41 


28(R. R) 


12 


72 


68 


92 . 


R 



45 Example B 

(Production of optically active amines) 

[0117] Production examples of optically active amines are shown below and the present inventive method will be 
so described in detail. Tables 6 and 7 show reaction substrates and asymmetric metal catalysts to be possibly used as typ- 
ical examples. 

[01 18] The instrumental analysis was done by using the following individual systems. 

NMR: JEOL GSX-400/Varian Gemini-200 ( 1 H-NMR sample: TMS. 31 P-NMR standard sample: phosphoric acid) 
55 GLC: SHIMADZU GC-1 7A(column: chiral CP-Cyclodextrin-b-236-M1 9) 
HPLC: JASCO GULLIVER (column: CHIRALCEL OJ, OB-H, OB, OD) 

[0119] The absolute configurations of the resulting optically active amine compounds were determined on the basis 
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of optical rotation and by HPLC and X-ray structural analysis. Blanks are not definitely shown. 
Table 6 



Imine compounds 



R C,H f R 



2a: R-CH 3 

2b; R - n^.tCH^OJaC.H^CH, 
2c: R-3.4-<CH,0) t C t H 3 (CHi), 
2d: R - C»H 4 
2.; R ^ DXCMjOhCtH, 
21: R-C,HjCH 2 

2g: r- i ch,c;h < 



4a:R-CH a 
4b: R - C t H, 



9 9 

C.H- 1 



C.H, 
7 



06° V s ? a™ 



10 



12a: x - h 
12b: X- CI 
l2e:X-CH a 0 
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Enamine compounds 
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T3ble 7 



Asymmetric metal complexes 



15 




a; i) '-arena - p-cymene ; Ar - p-CH 3 C 4 H 4 

b; n*-arena -p-cymene ; Ac - 2.4.6*(CH J ) 3 C t H 1 

c: r^-arene - benzene ; A/ - 1 -naphlnyf 

d; lyarene - benzene ; Ar - 2. 4,6 (CH 3 J 3 CiH 2 

a: tv -arena - benzene ; Ar - p-CH 3 C t H« 
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Example 42 

[0120] 6,7-Dimethoxy-1-methyl-3,4-dihydroxyisoquinoline (Table 6-2a) (1.03 g, 5 mmol) and a ruthenium catalyst 
35 (Table 7) (R, R)-1 a (1 6 mg, 0.025 mmol) were dissolved in acetonitrile (1 0 ml), followed by addition of a mixture of formic 
acid-triethylamine (5 : 2), for agitation at 28 °C for 3 hours. To the reaction mixture was added an aqueous sodium car- 
bonate solution to extract the product in ethyl acetate. After evaporation of the solvent 1 H-NMR(CDC! 3 ) of the resulting 
product was measured to calculate the conversion. Then, the product was purified by silica gel chromatography, to 
determine the optical purity and absolute configuration of the resulting optically active amine by HPLC or GLC. As col- 
40 lectively shown in Table 8, (S)-6,7<Jimethoxy-1 -methyl- 1, 2,3, 4-tetrahydroisoquinoline (1.02 g, yield of 99 %, 96% ee) 
was obtained. 

Examples 43 to 69 

45 [01 21 ] By using the same reactor as in Example 42 but using different reaction substrates, catalysts, reaction solvents 
and ratios of reaction substrates/catalysts, the same experimental procedures as in Example 42 were carried out. The 
results are collectively shown in Table 8. 

Example 70 

50 

[0122] Using the same reactor as in Example 42, the enamine compound was used for the same experimental pro- 
cedures as in Example 42, so that the reaction progressed in a smooth manner, to recover the corresponding optically 
active amine compound. The results are collectively shown in Table 8. 

55 Comparative Example 1 

[0123] Under the same conditions as in Example 42, rutheniunvarene catalysts with no optically active amine ligands 
were used as catalysts, so that the reaction was facilitated, to recover a racemic amine compound quantitatively. 



27 



EP 0 916 637 A1 



Comparative Example 2 

[01 24] Under the same conditions as in Example 51 , ruthenium-arene catalysts with no optically active amine ligands 
were used as catalysts, so that no reaction was never facilitated. 
5 [0125] As has been described above in detail, in accordance with the present invention, optically active amines can 
be produced at a high yield and an excellent optical purity. 

Table 8 



10 

Amines * 





Examples 


1 mines 


oataiysts 


S/C 


Solvents 


Time . h 


yield % 


ee. % absolute con 




42 


2a 


(R. RMa 


200 


CHaCN 


3 


99 


96 


S 


15 


43 


2a 


(R. RMa 


200 


CH 2 C1 2 


3 


99 


94 


S 




44 


2a 


(S,SMa 


200 


CH*CU 


3 


99 


93 


R 




45 


2a 


(R. RMa 


200 




3 


99 


95 


s. 


20 


46 
47 


2a 
2a 


(R. RMa 
(R, RMa 


200 
200 


DMF 
DMS0 


3 
3 


99 
99 


95 
95 


s 
s 




48 


2a 


(R, RMa 


1000 


CHzCU 


98 


99 


90 


s 




49 


2b 


(S. SMa 


200 


CH 2 CU 


8 


81 


87 


R 


25 


50 


2c 


(S, S)-lb 


200 




16 


99 


92 


R * 




51 


2d 


(S, SMc 


200 




8 


99 


84 


R 




52 


2e 


(S, SMc 


100 


CH 2 CU 


12 


96 


84 


R 


30 


53 


2f 


(R.RMe 


200 


CH a CU 


18 


68 


82 




54 


2g 


(R. R)-le 


200 


CH,CI 2 


14 


94 


98 






55 


3 


(S, S)-la 


200 


CH 2 C1 2 


16 


99 


84 






56 


4a 


(S, S)-la 


200 


DMF 


5 


86 


97 


R 


35 


57 


4b 


(S. SMa 


200 


DMF 


5 


83 


96 


R 




58 


5 


(R. R)-le 


200 


CH 2 CU 


48 


59 


78 






59 


6 


(S,S)-lc 


200 


CH 2 CI 2 


39 


22 


47 


S 


40 


60 


7 


(S, SMc 


200 


CH 2 C1 2 


40 


100 


34 




61 


8 


(S. SMc 


100 


CH 2 CI 2 


6 


90 


89 


S 




62 


9 


(S. SMc 


100 


CH 2 CI 2 


12 


64 


88 


S 




63 


10 


(S. S)-ld 


200 


CH 2 C1 2 


36 


72 


77 


S 


45 


64 


11 


(R.R)-le 


200 


CH2CU 


15 


13 


36 






65 


12a 


(R. R)-le 


200 


CH2CI2 


37 


43 


46 






66 


12b 


(R. R)-le 


200 


CH 2 CU 


109 


35 


36 






67 


12c 


<R.RMe 


200 


CH2CI2 


65 


67 


25 




50 


68 


13 


(S.SMc 


200 


CH 2 C1 2 


16 


82 


64 






69 


14 


(S, S)-ie 


200 


CH 2 C! 2 


67 


71 


12 


R 




70 


15 


(S. SMe 


200 


CH 2 C1 2 


12 


69 


43 




55 


[In 


the 


table, 


s/c 


means 


the 


molar 


ratio 


of 



substrate/ruthenium-optically active diamine complex.] 
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Example g 

5 (Production of optically active secondary alcohols by kinetic resolution method of alcohols) 

[0126] Production examples of optically active secondary alcohols are shown below, and the inventive method will 
further be described in detail. However, the invention is not limited to these examples. Collectively, Table 9 shows 
racemic secondary alcohols or meso-type cGots to be used as typical examples and Table 10 shows ruthenium<iiamine 
10 complexes. 

[01 27] Abbreviations used in the present Example are as follows. 

r\: representing the number of carbon atoms bonded to the metal of unsaturated ligand; and hexahapto (6 carbon 
atoms bonded to metal) is expressed as r| 6 . 

75 

[0128] The instrumental analysis was done by using the following individual systems. 

NMR: JEOL GSX-400/Varian Gemini-200 ( 1 H-NMR internal standard: TMS) 
GLC: SHIMADZU GC-1 7A(column: chiral CP-Cyclodextrin-b-236-M19) 
20 HPLC: JASCO GULLIVER (column: CHIRALCEL OJ, OB-H, OB. OD-H, OD) 



25 



30 



35 



40 



45 



SO 



55 
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Table 9 
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Table 10 



T Ru-X I ^ Ru . 



1 0 : X - p-cymeno 12 : X » p-cymene 

t 1 : X = masKylene 1 3 : X = mesrtylene 



a 



5! />n s _ /X 



14 : X m p-cymene 16 : X = />cymene 

1 5 : X = mesitylene 1 7: X « mesltylene. 



Reference Example 1 

Synthesis of RuCI[(S,S)-p-TsNCH(C 6 H 5 )^ 2-diphe- 
nylethylenediamine)(ii 6 -p-cymene) ruthenium 

[0129] [RuCI 2 (Ti 6 -p-cymene)]2(tetrach!orobis(T| 6 -p-cymene)diruthenium) (1.53 g; 2.5 mmol) and (S,S)-p- 
TsNCHfCgHsJCHlCeHsJNHaffS.SJ-N^-toluenesulfonyl-l, 2-diphenylethylenediamine) (1.83 g; 5.0 mmol) and triethyi- 
amine (1 .4ml; 1 0 mmol) are dissolved in 2-propanol (50 ml) in a Schlenk's reactor which is preliminarily dried in vacuum 
and of which the inside is then substituted with argon. The reaction solution was agitated at 80 °C for 1 hour and is then 
condensed, to recover crystal, which was then filtered and rinsed with a small amount of water, followed by drying under 
reduced pressure to recover orange crystal (2.99 g). The yield is 94 %. 

m.p.> 100 °C (decomposed) 

IR(KBr) [cm" 1 ] : 3272, 3219, 3142, 3063 
3030. 2963, 2874 

1 H-NMR (400 MHz, 2 H-chioroform, 5): ppm 

1.32 (d, 3H), 1.34 (d, 3H), 2.19 (s, 3H, 2. 28 (s, 3H), 3.07 (m, 1H), 3.26 (m, 1H), 3.54 (m, 1H), 3.66 (d. 1H), 
5.68 (d, 1H), 5.70 (d, 1H), 5.72 (d, 1H), 5.86 (d. 1H). 6.61 (m, 1H), 6.29 - 7.20 (m, 14H) 
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Elemental analysis 
(C31H35CIN2O2RUS) 




C 


H 


N 


CI 


Ru 


Theoretical values (%) 
Elemental values (%) 


58.53 
58.37 


5.54 
5.44 


4.40 
4.36 


5.57 
5.75 


15.89 
18.83 



[01 30] The present catalyst was tested by X-ray crystallography. It was indicated that the complex was of a structure 
satisfying the analysis results. 

Reference Example 2 

Synthesis of RuCI[(S,S)-p-TsNCH(C 6 H5)CH(C 6 H 5 )NH 2 ](Ti 6 -mesityleneJCchloroffS.SJ-N-p-toluenesulfonyl-l^ -diphe- 
nylethylenediamine)(Ti 6 -mesitylene)ruthenium 

[01 31 ] Instead of [RuCI 2 (r| 6 -p-cymene)]2(tetrachlorobis(Ti 6 -p-cymene)diruthenium), 

[RuCI 2 (T| 6 -mesitylene)]2(tetrachlorobis(Ti 6 -mesity1ene)diruthenium) was used, and by the same procedures as in the 
Reference Example 1 , the aforementioned catalyst was recovered as orange crystal. The yield was 64 %. 

m.p. 218.6-222.5 (decomposed), 

1 H-NMR (400 MHz, 2 H-chlorofbrm, 8) : ppm 

2.24 (3H), 2.38 (s, 9H), 3.69 (dd, 1H), 3.7 9 (d. 1H), 3.99 (dd, 1H), 4.19 (brd, 1H), 5.3 0 (s, 3H), 6.65 - 6.93 
(m, 9H), 7.06 - 7.15 (m, 3H), 7.35 (d, 2H) 

Reference Example 3 

Synthesis of RuCI[(S,S)-N-p-Ts-cyclohexane-1 ,2-diamine](r| 6 -p-cymene)(chloro-((S,S)-N-p-toluenesulfbnyl-1 ,2- 
cyclohexanediamiine)(r| 6 -p-cymene)ruthenium) 

[0132] Instead of (S.SJ-p-TsNCHtCgHsJCHfCgHsJNHgtfS.SJ-N-p-toluenesulfbnyl-l^-diphenylethylenediamine), 
(S,S)-N-p-Ts-cyclohexane-1,2-diamine)((S,S)-N-p-toluenesulfonyl-1,2-cyclohexanediamine) was used, and by the 
same procedures as in the Reference Example 1, the aforementioned catalyst was recovered as orange crystal. The 
yield is 60 %. 

Reference Example 4 

Synthesis of RuCI[(S,S)-N-p-Ts-cyclohexane-1 ,2-diamine](n 6 -mesitylene)(chloro-((S,S)-N-p-toluenesulfonyl-1 ,2- 
cydohexanediamine)(ti 6 -mesitylene)ruthenium 

[0133] Instead of (S,S)-p-TsNCH(C 6 H5)CH(C 6 H5)NH2((S,S)-N-p-toluenesulfonyl-1,2-diphenylethylenediamine), 
(S,S)-N-p-Ts-cyclohexane-1,2-diamine)((1S,2S)-N-p-toluenesulfonyl-1,2- cyclohexanediamine) was used, and by the 
same procedures as in the Reference Example 2, the aforementioned catalyst was recovered as orange crystal. The 
yield is 58 %. 

Example 71 -a 

Synthesis of Ru[(S,S)-p-TsNCH(C 6 H 5 )CH(C 6 H5)NH](ii 6 -p-cymene)((S. S)-N-p-toluenesulfonyl-1,2-diamine)(T! 6 -p- 
cymene) ruthenium) 

[0134] [RuCI 2 (Ti 6 -p-cymene)]2(tetrachlorobis(Ti 6 -p-cymene)diruthenium) (306.2 mg; 0.5 mmol) and (S.S)-p- 
TsNCH(C 6 H5)CH(C6H5)NH 2 ((S,S)-N-p-toluenesulfbnyl-1,2-diphenylethylenediamine) (366.4 mg; 1 .0 mmol) and potas- 
sium hydroxide (400 mg; 7.1 mmol) are dissolved in methylene chloride (7 ml) in a Schlenk's reactor which is prelimi- 
narily dried in vacuum and of which the inside is then substituted with argon. The reaction solution was agitated at room 
temperature for 5 minutes, and by adding water (7 ml) to the reaction solution, the color of the reaction solution turned 
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from orange to deep purple. The organic phase was separated and rinsed in water (7 ml). The organic phase was dried 
over calcium hydroxide, from which the solvent was distilled off. Then, the resulting product was dried under reduced 
pressure, to recover catalyst No.10 of deep purple crystal (522 mg) in Table 10. The yield is 87 %. 

m.p.> 80 °C (decomposed) 

IR(KBr) [cm* 1 ] : 3289. 3070. 301 7. 2968 
2920,2859 

1 H-NMR (400 MHz. 2 H-toluene. 8) : ppm 

1.20 (d. 3H), 1.25 (d. 3H). 2.05 (s. 3H) 2. 22 (s. 3H). 2.53 (m, 1H), 4.08 (d. 1H), 4.89 (s. 1H), 5.11 (d, 1H), 
5.27 (d, 1H), 5.28 (d, 1H), 5.39 (d, 1H), 6.64 (brd. 1H), 6.87 (d. 2 H), 7.67 (d. 2H), 7.2 - 7.7 (m. 10H) 



Elemental analysis 
(C31H34N2O2RUS) 




C 


H 


N 


Ru 


Theoretical values (%) 
Elemental values (%) 


62.09 
62.06 


5.71 
5.77 


4.67 
4.66 


16.85 
16.47 



[0135] The present catalyst was tested by X-ray crystallography. It was indicated that the complex was of a structure 
satisfying the analysis results. 

Example 71 -t) 

Alternative synthesis of Ru[(S,S)-p-TsNCH(C 6 H 5 )CH(C 6 H 5 )N^ 
nylethylenediamine)(Ti 6 -p-cymene)ruthenium) 

[0136] RuCI[(1 S.2S)-p-TsNCH(C 6 H5)CH(C 6 H5)NH2](ii 6 -p-cymene)(chloro-(1 S,2S)-N-p-toluenesutfonyl-1 ,2-diphe- 
nytethylenediamine)(ti 6 -p-cymene)ruthenium) (318.6 mg; 0.5 mmol) and potassium hydroxide (200 mg; 3.5 mmol) are 
dissolved in methylene chloride (7 ml) in a Shlenk's reactor which is preliminarily vacuum dried and of which the inside 
is substituted with argon. The reaction solution was agitated at room temperature for 5 minutes, and by adding water (7 
mi) to the reaction solution, the color of the reaction solution turned from orange to deep purple. The organic phase was 
separated and rinsed in water (7 ml). The organic phase was dried over calcium hydroxide, from which the solvent was 
distilled off. Then, the resulting product was dried under reduced pressure, to recover crystal in deep purple crystal (522 
mg). The yield is 87 %. 

Example 72-3 

Synthesis of Ru[(S, S)-p-TsNCH(C 6 H 5 )CH(C 6 H5)NH]h^ 
diamine)(ii 6 -mesitylene)ruthenium) 

[0137] Instead of [RuCI 2 (n 6 i>cymene)]2(tetrachlorobis(Ti 6 -p-cymene)diruthenium), [RuCi 2 (r) 6 -mesitylene)]2(tetra- 
chlorobis(ii 6 -mesitylene)diruthenium) was used, and by the same procedures as in the Example 71 -a. the catalyst in 
purple crystal as No.1 1 in Table 10 was recovered. The yield is 80 %. 

1 H-NMR (400 MHz, 2 H-chloroform, 5) : ppm 

1.91 (s, 9H), 1.99 (s; 3H), 3.83 (d. 1H), 4. 51 (s, 1H), 4.95 (s, 3H), 5.92 (brd. 1H). 6.3 8 - 7.71 (m, 14H) 

Example 72-b 

Alternative synthesis of Ru[(S,S)-p-TsNCH(C 6 H 5 )CH(C 6 H 5 )NH^^ 
nylethylenediamine)(Ti 6 -mesitylene)ruthenium) 

[0138] Instead of RuCI[(S.S)i>TsNCH(C 6 H5)CH(C 6 H^ 
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diphenylethylenediamine)(Ti 6 -p-cymene)ruthenium), RuCIKS,S)-p-TsNCH(C 6 H 5 )CH(C 6 H5)NH2](ti 6 -mesity- 
lene)(chloro-((S, S)-N-p-toluenesulfonyt-1 ,2-diphenylethylenediamine)(T| 6 -mesitylene)ruthenium) synthesized as in the 
Reference Example 2 was used, and by the same procedures as in the Example 71 -b, the catalyst in purple crystal was 
recovered. The yield is 90 %. 

Example 73-a 

Synthesis of Ru[(S,S)-N-p-Ts-1 ,2-cyclohexanediamine](T| 6 -p-cymene)(((S.S)-N-p-toluenesulfonyl-1 ,2-cyclohexanedi- 
amine)(ii 6 -p-cymene) ruthenium) 

[0139] Instead of (S,S)-p-TsNCH(C 6 H5)CH(C 6 H5)NH 2 ]((S,S)-N-p-toluenesulfonyl-1,2-diphenylethylenediamine), 
(S,S)-N-p-Ts-1,2-cydohexanediamine((1S,2S)-N-p-toluenesulfbnyl-1,2-cyclohexanediamine) was used, and by the 
same procedures as in the Example 71 -a, the catalyst in purple crystal as No. 14 in Table 10 was recovered. The yield 
is 58%. 

Example 73-b 

Alternative synthesis of Ru[(S,S)-N-p-Ts-1 ,2-cyclohexanediamine](Ti 6 -p-cymene)(((S,S)-N-p-toluenesulfonyl-1 ,2- 
cyclohexanediamine)(r| 6 -p-cymene)ruthenium) 

[0140] Instead of RuCI[(S.S)-p-TsNCH(C 6 H 5 )CH(C 6 H 5 )NH 2 ])(n 6 -p^rnene)(chloro-((S > S)-N-p-toluenesuHonyl-1 ,2- 
diphenylethylenediamine)(r| 6 -p-cymene)ruthenium), RuCI[(S, S)-N-p-Ts-cyclohexane-1,2-diamine synthesized in the 
Reference Example 3 was used, and by the same procedures as in the Example 71 -b, the catalyst in purple crystal was 
recovered. The yield is 62 %. 

Example 74-a 

Synthesis of Ru[(S,S)-N-p-Ts-1 ,2-cyclohexanediamine](Ti 6 -mesitylene)((S,S)-N-p-toluenesulfonyl-1 ,2-cyclohexanedi- 
ami ne) (r| 6 -mesitylene) ruthenium) 

[0141 ] Instead of (S,S)-p-TsNCH(C 6 H5)CH(C 6 H5)NH 2 ((S,S)-NiD-toluenesulfbnyl-1 ,2-diphenylethylenediamine). 
(S,S)-N-p-Ts-cyclohexane-1.2-diamine ((S.S)-N-p-toluenesulfbnyl-1,2-cyclohexanediamine) was used, and by the 
same procedures as in the Example 71 -a, the catalyst as No. 15 shown in Table 10 was recovered as purple crystal. 
The yield is 60 %. 

Example 74-b 

Alternative synthesis of Ru[(S,S)-N-p-Ts-1 ,2-cyclohexanediamine](Ti 6 -mesitylene)((S,S)-N-p-toluenesulfonyl-1 ,2- 
cyclohexanediamine)(Tj 6 -mesitylene)ruthenium) 

[0142] Instead of RuCI[(S,S)-p-TsNCH(C 6 H5)CH(C 6 H5)NH 2 ](Ti 6 -p-cymene)(chloro-(S,S)-N-p-toluenesulfonyl-1 ,2- 
diphenylethylenediamine)(ii 6 -p-cymene)ruthenium), RuCI[(S,S)-N-p-Ts-1,2-cyclohexanediamine](Ti 6 -mesity- 
lene)(chloro-(1S,2S)-N-p-toluenesuHonyl-1,2-cyclohexanediamine)(n 6 -mesitylene)ruthenium) synthesized in the Ref- 
erence Example 4 was used, and by the same procedures as in the Example 71 -b, the aforementioned catalyst was 
recovered as purple crystal. The yield is 62 %. 

Example 75-3 

Synthesis of RuH[(S,S)iD-TsNCH(C 6 H 5 )CH(C 6 H 5 )NH 2 ](ti 6 -p-cymene)(hydride-(S,S)-N-p-toluen^ 
nylethylenediamine)(T| 6 -p-cymene)ruthenium) 

[0143] Ru[(S,S)-p-TsNCH(C 6 H 5 )CH(C 6 ^ 

amine)(n 6 -p-cymene)ruthenium) (600mg; 1.0 mmol) is dissolved in 2-propanol (10 ml) in a Shlenk's reactor which is 
preliminarily vacuum dried and of which the inside is substituted with argon. The reaction solution was agitated at room 
temperature for 15 minutes. The solvent was recovered under reduced pressure at room temperature, to recover a com- 
pound in brown yellow. After rinsing the compound in cool pentane and recrystallizing the compound in methanol, the 
catalyst No. 12 in Table 10 was recovered as orange crystal. The yield is 85 %. 
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m.p. > 60 °C (decomposed) 

IR(KBr) [cm 1 ] : 3335, 3317, 3228, 3153, 
3060,3025,2960,2917, 
2867 

1 H-NMR (400 MHz, 2 H-ch!orofbrm, 6) : ppm 

-5.47 (s, 1H), 1.53 (d, 3H), 1.59 (d, 3H), 2. 29 (d, 3H), 2.45 (s, 3H), 2.79 (m, 1H), 2.93 (m. 1H), 3.80 (d, 1H), 
4.02 (m, 1H), 5.15(d. 1H), 5.19 (d, 1H), 5.29 (m, 1H), 5.43 (d. 1H) 5.58 (d. 1H), 6.49 (d. 2H), 6.9 - 7.3 (m. 10H) 7.59 
(d, 2H) 



Elemental analysis 
(CsiHaeNgOgRuS) 




C 


H 


N 


Ru 


Theoretical values (%) 
Experimental values (%) 


61.88 
61.79 


6.02 
5.94 


4.66 
4.70 


16.80 
16.56 



[0144] The X-ray crystallography shows that the complex was of a structure satisfying the analytical results. 
Example 75-b 

Alternative synthesis of RuH[(S,S)-p-TsNCH(C 6 H 5 )CH(C 6 H5)NH2](Ti 6 -pHcymene)(hydride-((S,iS)-N-p-toluenesuHbnyl- 
1,2-diphenylethylenediamine)(T| 6 -p-cymene) ruthenium) 

[0145] Toluene (7 ml) was added into the Ru[(S,S)-p-TsNCH(C 6 H5)CH(C 6 H5)NH](n 6 -p-cymene)((S,S)-N-p-toIue- 
nesulfonyl-1,2-diphenylethylenediamine) (ri 6 -p-cymene)ruthenium) (306.2 mg; 0.5 mmol) synthesized in the Example 
72 in an autoclave which was preliminarily vacuum dried and of which the inside was substituted with argon, for reaction 
at room temperature and a hydrogen pressure of 80 atm. After elimination of the solvent and rinsing in cool pentane 
and subsequent recrystallization in methanol, crystal in orange (420 mg) was recovered. The yield is 70 %. 

Example 76-a 

Synthesis of RuH[(S, S)-p-TsNCH(C 6 H 5 )CH(C 6 H 5 )NH^^ 
nyl ethyl enedi amine) (T| 6 -mesrtylene)ruthenium) 

[0146] Instead of Ru[(S, S)-p-TsNCH(C 6 H 5 )CH(C 6 H5)NH](n 6 i>cymene)(((S, S)-N-p-toluenesulfonyl-1,2-diphe- 
nylethylenediamine) (ri 6 -p-cymene)ruthenium), Ru[(S, S)iD-TsNCH(C 6 Hs)CH(C 6 H5)NH](ii 6 -mesitylene)(((S,S)-N-p-tol- 
uenesulfonyl-1,2-diphenylethylenediamine) (ii 6 -mesitylene) ruthenium) synthesized in the Example 72 was used, and 
by the same procedures as in the Example 75-a, the aforementioned catalyst No.13 in Table 10 was recovered. The 
yield was 60 %. 

Example 76-b 

Alternative synthesis of RuH[(S. S)-p-TsNCH(C 6 H5)CH(C 6 H 5 )NH2](Ti 6 -mesitylene)(hydride-((S. S)-N^-toluenesulfo- 
nyl-1 ,2-diphenylethylenediamine) (ri 6 -mesitylene)ruthenium) 

[0147] Instead of Ru[(S, S)-p-TsNCH(C 6 H5)CH(C 6 H 5 )NH](T 1 6 -p-cymene)(((S, S)-N-p-toluenesulfonyl-1 ,2-diphe- 
nylethylenediamine) (n 6 -p-cymene)ruthenium), Ru[(S, S)-p-TsNCH(C 6 H 5 )CH(C 6 H 5 )NH](i 1 6 -mesitylene)(((S, S)-N-p- 
toluenesulfonyl-1 ,2-diphenylethylenediamine) (T| 6 -mesitylene)ruthenium) synthesized in the Example 72 was used, and 
by the same procedures as in the Example 75-b, the aforementioned catalyst was recovered. The yield is 60 %. 
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Example 77-a 

Synthesis of RuH[(S, S)-N^-Ts-1,2-cyclohexanediamine](Ti 6 -p-cymene)(hydride-(S, S)-N-p-toluenesulfonyM ,2- 
cyclohexanediamine)(ti 6 -p-cymene)ruthenium) 

[01481 Instead of Ru[(S, S)-p-TsNCH(C 6 H5)CH(C 6 H5)NI-l](n 6 -p-cymene)((S, S)-N-p-toluenesulfonyl-1 ,2-diphenyleth- 
ylenediamine)(Ti 6 -p-cymene)ruthenium), Ru[(S, S)-N-p-Ts-1 ,2-cyclohexanedi amine] (ii 6 -p-cymene)((S, S)-N-p-tolue- 
nesulfonyl-1,2-cyclohexanediamine) (r| 6 -p-cymene) ruthenium) synthesized in the Example 73 was used, and by the 
same procedures as in the Example 75-a. the catalyst No. 16 in Table 10 was recovered. The yield is 54 %. 

Example 77-b 

Alternative synthesis of RuH[(S, S)-N-p-Ts-1,2-cyclohexanediamine](Ti 6 -p-cymene)(hydride-(S, S)-N-p-toluenesulfo- 
nyl-1,2-cyclohexanediamine)(ii 6 -p-cymene)ruthenium) 

[0149] Instead of Ru[(S, S)-p-TsNCH(C 6 H5)CH(C 6 H 5 )NH](T 1 6 -p-cymene)(chloro-(S. S)-N-p-toluenesulfonyl-1 ,2- 
diphenylethylenediamine)(Ti 6 -p-cymene)ruthenium), Ru[(S, S)-N-p-Ts-1,2-cyclohexanediamine](r| 6 -p-cymene)((S, S)- 
N-p-toluenesulfonyl-1 ,2-tyclohexanediamine)(ri 6 -p-cymene)ruthenium) synthesized in the Example 73 was used, and 
by the same procedures as in the Example 75-b, the catalyst was recovered. The yield is 55 %. 

Example 78-a 

Synthesis of RuH[(S, S)-N-p-Ts-1,2-cyclohexanediamine](T| 6 -mesitylene)(hydride(S, S)-N-p-toluenesulfonyl-1 ,2- 
cyclohexanediamine)(ri 6 -mesitylene)ruthenium) 

[0150] Instead of Ru[(S, S)-p-TsNCH(C 6 H5)CH(C 6 H5)NH]( n 6 -p-cymene)((S, S)-N-p-toluenesu!fonyl-1 ,2-diphenyleth- 
ylenediamine)(T| 6 -p-cymene)ruthenium), Ru[(S, S)-N-p-Ts-1 ,2-cyclohexanediamine](ii 6 -mesitylene)((S, S)-N-p-tolue- 
nesulfbnyl-1 ,2-cyclohexanediamine)(Ti 6 -mesitylene)ruthenium) synthesized in the Example 74 was used, and by the 
same procedures as in the Example 75-a, the catalyst No. 17 in Table 10 was recovered. The yield is 52 %. 

Example 78-b 

Alternative synthesis of RuH[(S, S)-N-p-Ts-1,2-cyclohexanediamine](Ti 6 -mesitylene)(hydride((S l S)-N-p-toluenesulfb- 
nyl-l^-cyclohexanediaminej^^mesityienejruthenium) 

[0151] Instead of Ru[(S, S)-p-TsNCH(C 6 H 5 )CH(C 6 H 5 )NH](ii 6 -p-cymene)((S, S)-N-p-toluenesulfonyl-1 ,2-diphenyleth- 
ylenediamine)(T] 6 -p-cymene)ruthenium), Ru[(S, S)-NiD-Ts-1 ,2-cyclohexanediamine](Ti 6 -mesitylene)((S. S)-N-p-tolue- 
nesulfonyl-1,2-cyclohexanediamine)(Ti 6 -mesitylene)ruthenium) synthesized in the Example 74 was used, and by the 
same procedures as in the Example 75-b, the aforementioned catalyst was recovered. The yield is 48 %. 

Example 79 

Synthesis of (R)-l-indanol 

[0152] Ru[(S, S)-p-TsNCH(C 6 H5)CH(C 6 H 5 )NH]( n 6 -p-cymene)((S, S)-N-p-toluenesulfonyl-1 ,2<Kphenylethylenedi- 
amine)(ruthenium-T| 6 -p cymene mesitylene (6.0 mg; 10 \i mmol) synthesized in the Example 71 and 1-indanol (671 mg; 
5 mmol) were weighed in a Shlenk*s reactor which was preliminarily vacuum dried and of which the inside was substi- 
tuted with argon, and acetone (2.5 ml) was then added to the resulting mixture for agitation at 28 °C for 6 hours. The 
solvent was distilled off under reduced pressure, prior to separation by silica gel chromatography (eluent; ethyl acetate 
: hexane =1:3), to recover (R)-indanol (286 mg) in colorless crystal. The yield is 84 %. 

m.p. 71 - 72 °C 

[ a ] 24 D = -30.1 ° (c = 1 .96, chloroform) 

[01 53] The resulting (R)-1 -indanol was analyzed by HPLC (high-performance liquid chromatography), and the objec- 
tive (R)- 1-indanol was at an optical purity of 97 % ee. 
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(HPLC analytical conditions) 
[0154] 

Column: Chiralcel OB (manufactured by Daicell Chemical Industry, Co.) 
Developing solution: isopropanol : hexane = 10 : 90 
Flow rate: 0.5 ml/min 

Retention time: (S)-l-indanol 18.6 minutes 
(R)-1-indanol 12.9 minutes. 

Examples 8QtQ 93 

[0155] According to the method described in Example 79, the optically active ruthenium-diamine complexes for 
racemic secondary alcohols and meso-type diols as reaction substrates as shown in Table 9 were used for reaction 
under reaction conditions of reaction time to recover the individually corresponding optically active secondary alcohols 
at high yields. The results are collectively shown in Table 1 1 . 



Table 11 



Examples 


Substrates 


Catalysts 


s/c 


Reaction time (hr) 


%(yield) 


%ee 


Products 


80 


1a 


(S.S)-10 


500 


36 


50 


92 


1a(R) 


81 


1a 


(S.S)-11 


500 


30 


51 


94 


1a(R) 


82 


1a 


(S.S)-10 


500 


22 


47 


92 


1b(R) 


83 


1b 


(S,S)-11 


500 


30 


44 


98 


1c(R) 


84 


1c 


(S.S)-11 


500 


36 


47 


97 


2a(R) 


85 


2a 


(S.S)-11 


500 


24 


47 


97 


2b(R) 


79 


2b 


(S.S)-10 


500 


6 


46 


97 


3a(R) 


86 


3a 


(S.S)-10 


500 


6 


49 


99 


3b(R) 


87 


3b 


(S.S)-11 


500 


36 


51 


98 


4(R) 


88 


4 


(S,S)-10 


500 


4.5 


43 


93 


5a(R) 


89 


5a 


(S.S)-10 


500 


5 


46 


95 


5b(R) 


90 


5b 


(S,S)-11 


200 


3 


70 


96 


7 


91 


5 


(S.S)-10 


200 


3 


56 


87 


9 


92 


1a 


(S,S)-14 


500 


36 


48 


82 


1a(R) 


93 


1a 


(S.S)-15 


500 


36 


48 


86 


1a(R) 


(in the table, s/c means the molar ratio of substrate/ruthenium-optically active diamine complex.) 



Industrial Applicability 

[0156] In accordance with the present invention, optically active alcohols and optically active amines are provided, 
which are useful in various fields of pharmaceutical products, synthetic intermediates thereof, food, flavor, cosmetics, 
liquid crystal materials and the like. 

[0157] The rirthenium-diamine complex of the present invention is industrially useful as a chiral catalyst providing 
higher selectivity and activity in that the complex can be used for organic synthesis such as asymmetric synthetic reac- 
tions. If the complex is used as a hydrogen transfer-type asymmetric reduction catalyst of racemic secondary alcohols 
or meso-type diols, optically active secondary alcohols useful as production intermediates of drugs can be produced 
highly efficiently. 
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Claims 



A method for producing optically active compounds, comprising subjecting a compound represented by the follow- 
ing formula (I); 




( I ) 



(wherein Ra and Rb independently represent a linear or cyclic hydrocarbon group or heterocyclic group, which may 
or may not have a substituent; \N, represents oxygen atom, N-H. N-Rc, N-OH or N-O-Rd; and Rc and Rd independ- 
ently represent a linear or cyclic hydrocarbon group or heterocyclic group, which may or may not have a substitu- 
ent), 

to transfer-type asymmetric reduction in the presence of a transition metal complex and an optically active nitrogen- 
containing compound or a transition metal complex with an optically active nitrogen^containing compound as an 
asymmetric ligand, along with a hydrogen-donating organic or inorganic compound, to produce an optically active 
compound represented by the following formula (II); 

R a . 



R b 




W a (II) 



(wherein Ra and Rb independently represent the same as those described above; W 2 represents OH, NH 2 , NH- 
Rc, NH-OH or NH-O-Rd, ; and Rc and Rd independently represent the same as those described above). 

A production method according to claim 1 , wherein the hydrogen transfer-type reduction is carried out in the coex- 
istence of base. 

A production method for producing optically active alcohols according to claim 1 , comprising asymmetrically reduc- 
ing a carbonyl compound represented by the following formula (III); 



R — C— R 2 (III) 



(wherein R represents an aromatic hydrocarbon group, a saturated or unsaturated aliphatic hydrocarbon group or 
cyclic aliphatic hydrocarbon group, which may or may not have a substituent, or a heterocyclic group which may or 
may not have a substituent and contains hetero atoms such as nitrogen, oxygen, sulfur atoms and the like as atoms 
composing the ring; R 2 represents hydrogen atom, a saturated or unsaturated aliphatic hydrocarbon group or cyclic 
aliphatic hydrocarbon group which may or may not have a substituent, or an aromatic hydrocarbon group, or the 
same heterocyclic group as described above; and R 1 and R 2 may satisfactorily be bonded together to form a ring), 
to produce optically active alcohols represented by the following formula (IV); 

OH 

K-f-R* (IV) 
H 
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(wherein R 1 and R 2 are the same as described above). 

A method for producing optically active amines according to claim 1 , comprising asymmetrically reducing an imine 
compound represented by the following formula (V); 




(V) 



(wherein R 3 represents an aromatic hydrocarbon group, a saturated or unsaturated aliphatic hydrocarbon group or 
cyclic aliphatic hydrocarbon group, which may or may not have a substituent, or a heterocyclic group which may or 
may not have a substituent and contains hetero atoms such as nitrogen, oxygen, sulfur atoms and the like as atoms 
composing the ring; R 4 represents hydrogen atom, a saturated or unsaturated aliphatic hydrocarbon group or cyclic 
aliphatic hydrocarbon group which may or may not have a substituent, or an aromatic hydrocarbon group, or the 
same heterocyclic group as described above; R 5 represents hydrogen atom, or a saturated or unsaturated aliphatic 
hydrocarbon group or cyclic aliphatic hydrocarbon group, which may or may not have a substituent, or an aromatic 
hydrocarbon group, or the same heterocyclic group as described above, or the hydrocarbon group or heterocyclic 
group bonded together via hydroxyl group or oxygen atom; and R 3 and R 4 , R 3 and R 5 or R 4 and R 5 , are bonded 
together to form a ring). 

to produce optically active amines represented by the following formula (VI); 




(VI) 



(wherein R 3 , R 4 and R 5 are the same as described above). 

A production method according to claim 1, wherein the transition metal catalyst is a metal complex of metals of 
group VIII. 

A production method according to claim 5, wherein the metal complex is represented by the following formula; 

MXmLn 

wherein M represents transition metals of group VIII, such as iron, cobalt, nickel, ruthenium, rhodium, iridium, 
osmium, palladium and platinum; X represents hydrogen, halogen atom, carboxyl group, hydroxy group and alkoxy 
group and the like; L represents neutral iigands such as aromatic compounds and olefin compounds; and m and n 
represent an integer. 

A production method according to daim 1 , wherein the optically active nitrogen-containing compounds are optically 
active amine derivatives represented by any one of the following formulas; 
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U 



R 11 , 



J 

R 5 ' R 10 



R 13 

c' R 



N 



R 




R 24 R 25 R 27 R 1 * 



(wherein R , R , R 15 and R 16 are independently hydrogen, a saturated or unsaturated hydrocarbon group ure- 
thane group or sulfonyl group; R 1 1 , R 12 , R 1 3 and R 1 4 are the same or different so that the carbon bonded with these 
substituent groups might occupy the asymmetric center and independently represent hydrogen atom, an aromatic 
group, a saturated or unsaturated hydrocarbon group or cyclic hydrocarbon group; any one of R 1 1 and R 1 2 and any 
one of R 13 and R 14 are bonded together to form a ring; 

at least one of R 17 and R 18 is hydrogen atom, and the remaining one is hydrogen atom, a saturated or unsaturated 
hydrocarbon group, urethane group or sulfonyl group; R 19 , R 20 , R 21 and R 22 are the same or different so that the 
carbon bonded with these substituent groups might occupy the asymmetric center and independently represent 
hydrogen atom, an aromatic group, a saturated or unsaturated hydrocarbon group or a cyclic hydrocarbon group; 
R represents hydrogen atom, an aromatic group, a saturated or unsaturated hydrocarbon group or cyclic hydro- 
carbon group; furthermore, any one of R 19 and R 20 and any one of R 21 and R 22 may satisfactorily be bonded 
together to form a ring or any one of R 1 7 and R 18 and any one of R 20 and R 21 may satisfactorily be bonded together 
to form a ring; 

R 24 and R 25 are independently hydrogen atom, a saturated or unsaturated hydrocarbon group, urethane group, 
sulfonyl group or acyl group; (CR 2 26 ) n are the same or different so that the carbon bonded with these substituent 
groups might occupy the asymmetric center; R 26 represents hydrogen atom, an aromatic group, a saturated or 
unsaturated hydrocarbon group or cyclic hydrocarbon group; R 27 and R 28 independently represent hydrogen atom, 
and a saturated or unsaturated hydrocarbon group. 

A production method according to claim 5, wherein the metal of group VIII is ruthenium. 

A production method according to claim 1, wherein the transition metal catalyst with an optically active nitrogen- 
containing compound as an asymmetric ligand is a metal complex of metals of group VIII wherein an optically 
active amine derivative represented by any one of the following formulas is used as the ligand; 
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10 



15 



1 

N 

R 9 ' R 10 



P 13 

c' R 

N 

R*R 16 



N 



► 17 



>10 



► is 



"R 21 

».R 22 



R 



23 



20 



25 



N P 

R zV R 2S R l'7 rM 



(wherein R 9 , R 10 , R 15 and R 16 are independently hydrogen, a saturated or unsaturated hydrocarbon group, ure- 
30 thane group or sulfonyt group; R 1 1 , R 12 , R 13 and R 14 are the same or different so that the carbon bonded with these 
substituent groups might occupy the asymmetric center and independently represent hydrogen atom, an aromatic 
group, a saturated or unsaturated hydrocarbon group or cyclic hydrocarbon group; any one of R 11 and R 12 and any 
one of R 13 and R 14 are bonded together to form a ring; 

at least one of R 17 and R 18 is hydrogen group, and the remaining one is hydrogen atom, a saturated or unsaturated 
35 hydrocarbon group, an aryl group, urethane group or sulfonyl group; R 19 , R 20 , R 21 and R 22 are the same or different 
so that the carbon bonded with these substituent groups might occupy the asymmetric center and independently 
represent hydrogen atom, an aromatic group, a saturated or unsaturated hydrocarbon group or cyclic hydrocarbon 
group; R 23 represents hydrogen atom, an aromatic group, a saturated or unsaturated hydrocarbon group or cyclic 
hydrocarbon group; furthermore, any one of R 19 and R 20 and any one of R 21 and R 22 may satisfactorily be bonded 
40 together to form a ring or any one of R 17 and R 18 and any one of R 20 and R 21 may satisfactorily be bonded together 
to form a ring; 

R 24 and R 25 are independently hydrogen atom, a saturated or unsaturated hydrocarbon group, urethane group. 
suHbnyl group or acyl group; (CR 2 26 )n are the same or different so that the carbon bonded with these substituent 
groups might occupy the asymmetric center; R 26 represents hydrogen atom, an aromatic group, a saturated or 
45 unsaturated hydrocarbon group or cyclic hydrocarbon group; R 27 and R 28 independently represent hydrogen atom, 
and a saturated or unsaturated hydrocarbon group. 

10. A production method according to claim 8, wherein the metal of group VIII is ruthenium. 

so 1 1 . A production method according to claim 1 , wherein the hydrogen-donating organic or inorganic compounds include 
alcohol compounds, formic acid, formate salts, hydrocarbon compounds, heterocyclic compounds, hydroquinone 
or phosphorous acid. 

12. A production method according to claim 2, wherein the base is a hydroxide of an alkali metal or an alkali earth metal 
55 or a salt thereof or a quaternary ammonium salt 

13. An optically active catalyst composed of a transition metal catalyst and an optically active amine derivative repre- 
sented by any one of the following formulas; 
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R 24 R 25 
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17 D 2S 



(wherein R , R 10 , R 15 and R 16 are independently hydrogen, a saturated or unsaturated hydrocarbon group, ure- 
thane group or sulfonyl group; R 1 1 , R 12 , R 1 3 and R 1 4 are the same or different so that the carbon bonded with these 
substituent groups might occupy the asymmetric center and independently represent hydrogen atom, an aromatic 
group, a saturated or unsaturated hydrocarbon group or cyclic hydrocarbon group; any one of R 11 and R 12 and any 
one of R 13 and R 14 are bonded together to form a ring; 

at least one of R 17 and R 18 is hydrogen atom, and the remaining one is hydrogen atom, a saturated or unsaturated 
hydrocarbon group, urethane group or sulfonyl group; R 19 , R 20 , R 21 and R 22 are the same or different so that the 
carbon bonded with these substituent groups might occupy the asymmetric center and independently represent 
hydrogen atom, an aromatic group, a saturated or unsaturated hydrocarbon group or cyclic hydrocarbon group; R 23 
represents hydrogen atom, an aromatic group, a saturated or unsaturated hydrocarbon group or cyclic hydrocarbon 
group; furthermore, any one of R 19 and R 20 and any one of R 21 and R 22 may satisfactorily be bonded together to 
form a ring or any one of R 17 and R 18 and any one of R 20 and R 21 may satisfactorily be bonded together to form a 
ring; 

R 24 and R 25 are independently hydrogen atom, a saturated or unsaturated hydrocarbon group, urethane group, 
sulfonyl group or acyl group; (CR 2 26 ) n are the same or different so that the carbon bonded with these substituent 
groups might occupy the asymmetric center; R 26 represents hydrogen atom, an aromatic group, a saturated or 
unsaturated hydrocarbon group or cyclic hydrocarbon group; R 27 and R 28 independently represent hydrogen atom, 
and a saturated or unsaturated hydrocarbon group. 

14. A catalyst according to claim 13, wherein the transition metal complex is a complex of metals of group VIII as rep- 
resented by the following general formula; 

MXmLn 

(wherein M represents transition metals of group VIII, such as iron, cobalt, nickel, ruthenium, rhodium, iridium, 
osmium, palladium and platinum; X represents hydrogen, halogen atom, carboxyl group, hydroxy group and alkoxy 
group and the like; L represents neutral ligands such as aromatic compounds and olefin compounds; and m and n 
represent an integer). 
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15. An optically active catalyst composed of a transition metal catalyst and an optically active amine derivative repre- 
sented by any one of the following formulas; 
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30 

(wherein R 9 , R 10 , R 15 and R 16 are independently hydrogen, a saturated or unsaturated hydrocarbon group, ure- 
thane group or sulfonyl group; R 1 1 , R 12 , R 1 3 and R 1 4 are the same or different so that the carbon bonded with these 
substituent groups might occupy the asymmetric center and independently represent hydrogen atom, an aromatic 
35 group, a saturated or unsaturated hydrocarbon group or cydic hydrocarbon group; any one of R 1 1 and R 12 and any 
one of R 13 and R 14 are bonded together to form a ring; 

at least one of R 17 and R 18 is hydrogen atom, and the remaining one is hydrogen atom, a saturated or unsaturated 
hydrocarbon group, urethane group or sulfonyl group; R 19 , R 20 , R 21 and R 22 are the same or different so that the 
carbon bonded with these substituent groups might occupy the asymmetric center and independently represent 
40 hydrogen atom, an aromatic group, a saturated or unsaturated hydrocarbon group or cyclic hydrocarbon group; R 23 
represents hydrogen atom, an aromatic group, a saturated or unsaturated hydrocarbon group or cyclic hydrocarbon 
group; furthermore, any one of R 19 and R 20 and any one of R 21 and R 22 may satisfactorily be bonded together to 
form a ring or any one of R 17 and R 18 and any one of R 20 and R 21 may satisfactorily be bonded together to form a 
ring; 

45 R 24 and R 25 are independently hydrogen atom, a saturated or unsaturated hydrocarbon group, urethane group, 
sulfonyl group or acyl group; (CR 2 26 ) n are the same or different so that the carbon bonded with these substituent 
groups might occupy the asymmetric center; R 26 represents hydrogen atom, an aromatic group, a saturated or 
unsaturated hydrocarbon group or cyclic hydrocarbon group; furthermore, R 27 and R 28 independently represent 
hydrogen atom, and a saturated or unsaturated hydrocarbon group. 

50 

16. A catalyst according to claim 15, wherein the transition metal complex is a complex of metals of group VIII. 

17. An optically active catalyst according to claim 16, wherein the transition metal catalyst is an optically active ruthe- 
niunvdiamine complex represented by the following general formula (VII); 

55 
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03 



(VII) 



(wherein * represents an asymmetric carbon atom; R 01 andR 02 are the same or different, independently represent- 
ing alkyl group, or phenyl group or cycloalkyl group which may or may not have an alkyl group; or R 01 and R 02 
together form an alicyclic ring unsubstituted or substituted with an alkyl group; R 03 represents methanesulfonyl 
group, trrfluoromethanesuHbnyl group, naphthylsulfonyl group, camphor sulfonyl group, or benzenesulfonyl group 
which may or may not be substituted with an alkyl group, an alkoxyl group or halogen atom, or benzoyl group which 
may or may not be substituted with alkoxycarbonyl group or alkyl group; R 04 represents hydrogen atom or alkyl 
group; X represents an aromatic compound which may or may not be substituted with an alkyl group; and m and n 
together represent 0 or 1 ). 

18. An optically active ruthenium-diamine complex, represented by the following general formula (Vll); 



(wherein * represents an asymmetric carbon atom; R 01 andR 02 are the same or different, independently represent- 
ing alkyl group, or phenyl group or cycloalkyl group which may or may not have an alkyl group; or R 01 and R 02 
together form an alicyclic ring unsubstituted or substituted with an alkyl group; R 03 represents methanesulfonyl 
group, trifluoromethanesulfonyl group, naphthylsulfonyl group, camphor sulfonyl group, or benzenesulfonyl group 
which may or may not be substituted with an alkyl group, an alkoxyl group or halogen atom, or benzoyl group which 
may or may not be substituted with alkoxycarbonyl group or alkyl group; R 04 represents hydrogen atom or alkyl 
group; X represents an aromatic compound which may or may not be substituted with an alkyl group ; and m and 
n together represent 0 or 1 ) . 

1 9. An optically active ruthenium-diamine complex according to claim 1 8, wherein R 01 and R 02 are independently phe- 
nyl group or together form an alicyclic ring, unsubstituted or substituted with an alkyl group. 

20. A method for producing optically active secondary alcohols, comprising subjecting racemic secondary alcohols or 
meso-type diols to hydrogen transfer reaction in the presence of an optically active ruthenium-diamine complex cat- 
alyst according to claim 1 7. 

21. A method according to claim 20, comprising the reaction of racemic secondary alcohols or meso-type diols repre- 
sented by the following formulas (VIII) and (IX); 
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(VIII) 



(IX) 



(wherein R 6 represents an aromatic monocyclic or polycyclic hydrocarbon group, unsubstituted or substituted or a 
hetero monocyclic or polycyclic group containing hetero atoms, or ferrocenyl group; R 7 represents hydrogen atom, 
a saturated or unsaturated hydrocarbon group, or a functional group containing hetero atoms; or R 6 and R 7 may be 
bonded together to form a saturated or unsaturated alicyclic group giving a cyclic ketone and the alicyclic group 
may or may not be substituted; 

R 8 and R 9 furthermore independently represent a saturated or unsaturated hydrocarbon group which may or may 
not have a substituent, or R 7 and R 9 may be bonded together to form a saturated or unsaturated alicyclic group 
which may or may not have a substituent; and n is 1 or 2). 
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